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TONER FOR THE DEVELOPMENT OF ELECTROSTATIC IMAGE 



AND THE PRODUCTION PROCESS THEREOF 



FIELD OF THE INVENTION 



The present invention relates to a toner for the 
development of an electrostatic image, particularly for use 
in electrophotographic process copying machines and 
printers. More particularly, the present invention relates 
to a toner prepared by emulsion polymerization 
agglomeration method or a toner wherein a particulate wax 
is relatively uniformly dispersed therein. 



A conventional toner for the development of an 
electrostatic image which has previously been widely used 
in electrophotography has been prepared by a process which 
comprises melt-kneading a mixture of a binder resin such as 
of a syrene-acrylate copolymer, or polyester, a coloring 
agent such as carbon black and a pigment, a charge 
controller and/or a magnetic material through an extruder, 
grinding the material obtained, and then classifying the 
resulting powder. However, the conventional toner obtained 
by such a melt-kneading/grinding process has the 
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disadvantage that the controllability of the particle 
diameter of the toner is limited, making it difficult to 
prepare a toner substantially having aji average particle 
diameter of not more than 10 |jm, particularly not more than 
5 8 jjm in a good yield. Thus, the conventional toner cannot 
be considered good enough to provide the high resolution 
that will be required in the future electrophotography. 

In order to achieve oil -less low temperature 
fixability, an approach involving the blend of a low 

o 

10 softening wax in a toner during kneading has been proposed. 
la In the kneading/crushing process, however, the amount of 

ff| such a wax to be blended is limited to about 5 w/w%. Thus, 

hi 

%J toners having a sufficient low temperature fixability 

$\ 

5==^ cannot be obtained . 

ry 

H 15 In an attempt to overcome difficulty in controlling 

III the particle diameter and hence realize high resolution, 

JP-A-63 -186253 (The term "JP-A" as used herein means an 
**unexamined published Japanese patent application") 
proposes a process for the preparation of a toner involving 
20 emulsion polymerization/ agglomeration process. However, 
this process is limited in the cunount of wax that can be 
effectively introduced into the agglomeration step. Thus, 
this process leaves something to be desired in the 
improvement in oil-less low temperature fixability. 

25 
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Specifically, the present inventors have conducted 
investigations by increasing the addition amount of wax on 
the basis of teach of the above-described patent. As the 
result, it was found that with increasing the addition 
amount of the Wcoc, the resulting toner undesirably had two 
peaks in a particle diameter distribution or finely divided 
powder having a particle diameter of 1 |Jm or less remained, 
which required a classification step after the 
agglomeration step . 

In U.S. Patent 5,849,546 and JP-A-10-301322, a so- 
called capsulated toner is disclosed that is produced by 
agglomerating primary polymer particles obtained by 
emulsion polymerization, then fixing a particulate resin on 
the surface of the resulting agglomerated particles. In 
this publication, low temperature fixability and high 
resolution are attempted to be achieved. However, neither 
primary polymer particles comprising wax encapsulated 
therein nor particulate resin comprising wax encapsulated 
therein are used and, therefore, sufficient performance is 
difficult to achieve . 

In U.S. Patent 5,965,316 a toner is disclosed wherein 
a particulate resin obtained by emulsion polymerization 
using wax as seed is coated over an agglomerate of 
particles. In this toner, however, the wax is present in a 
large amount in the outermost layer thereof and, therefore. 
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the wax leaks out prior to fixing. This can pollute the 
apparatus with wax residue and is very detrimental to the 
process . 

5 SUMMARY OF THE INVENTION 

Accordingly, one object of the present invention is 
to provide a toner having high resolution, and a sufficient 
oil- less low temperature fixability and offset resistance, 
especially broad fixing temperature width, excellent 

10 charged amount, OHP- transparency and blocking resistance, 
which overcomes the above identified disadvantages. 

A further object of the present invention is to 
provide a method for preparing a toner having the above - 
noted properties . 

15 These and other objects of the present invention have 

been satisfied by the discovery of a toner comprising an 
aggregate prepared from a mixture comprising primary 
polymer particles, obtained by emulsion polymerization 
using a wax emulsion as seed, and primary colarant 

20 particles, having thereon a coating of at least one layer 
of a particulate resin, such that the outermost layer of 
particulate resin is substantially free of wax. 

BRIEF DESCRIPTION OF THE DRAWINGS 
25 A more complete appreciation of the invention and 



4 



many of the attendant advantages thereof will be readily 
obtained as the same becomes better understood by reference 
to the following detailed description when considered in 
connection with the accompanying drawings, wherein: 
5 Fig. 1 is a schematic representation of a toner 

particle wherein particulate resin sxibstantially free of 
wax is covered over an agglomerate of primary polymer 
particles having wajc encapsulated therein; 

Fig. 2 is a schematic representation of a toner 
10 particle wherein an agglomerate of primary polymer 
particles having wax encapsulated therein are fused 
together, and wherein the agglomerate has a coating of 
particulate resin substantially free of wax; 

Fig. 3 is a schematic representation of a toner 
15 having an agglomerate of primary polymer particles and an 
r=i inner layer of particulate resin coated thereon, wherein 



in 



both the agglomerate and inner layer contain a wax , which 

is further covered by a layer of particulate resin 

substantially free of wax ; 
20 Fig. 4 is a schematic representation of a toner 

wherein both primary polymer particles and particulate 

resin are fusion-bonded; 

Fig. 5 is a schematic representation of a toner 

wherein a particulate resin having wauc encapsulated therein 
25 is covered over an agglomerate of primary polymer particles 
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that are substantially free of Wcuc, and a further layer of 
particulate resin substantially free of wax is coated 
thereon; 

Fig, 6 is a TEM photograph of the cross section of 
the toner obtained in Example 1; 

Fig. 7 is a TEM photograph of the cross section of 
the toner obtained in Reference Synthesis Example; 

Fig. 8 represents a graph showing the distribution of 
the number -average particle diameter of particulate wax 
observed in the cross section of the toner (particle 
diameter of 0 to 1.5 jjm) ; and 

Fig. 9 represents a graph showing the distribution of 
the niomber- average particle diameter of particulate wax ^ 
observed in the cross section of the toner (particle 
diameter of 0 to 0.5 |im) ; in which 1 denotes primary 
polymer particles having wax encapsulated therein, 2 
denotes primary polymer particles substantially free of 
wax, 3 denotes particulate resin having wax encapsulated 
therein, 4 denotes particulate resin substantially free of 
wsLX, 5 denotes particles obtained by fusion-bonding primary 
polymer particles, 6 denotes particles obtained by fusion- 
bonding both primary polymer particles and particulate 
resin, and 7 denotes wax. 



6 



DETAILED DESCRIPTION OF THE INVENTION 
The present invention relates to a toner, 
particularly for the development of an electrostatic image, 
comprising an agglomerate of a mixture comprising primary 
5 polymer particles, wherein said agglomerate has coated 

thereon at least one layer of a particulate resin, wherein 
at least one of the primary polymer particles and the 
particulate resin contains a wax, and the particulate 
resin of the outermost layer is substantially free of wax. 
10 Another embodiment of the present invention relates 

to a toner comprising a binder resin and a particulate wax, 
wherein the toner has a voliime- average particle diameter of 
from 3 to 12 jjm, a half value width of a number- average 
g,^. particle diameter of particulate wax contained therein, 

h 

15 when the cross section of the toner is observed, of 0.06 |im 
or less, and wherein the distribution of particulate wax 
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having an average particle diameter of 0.01 |im or more 
throughout the toner particle satisfies the following 
equation: 
20 (A/B)/(C/D) < 0.1 

wherein A is total area of wax particles contained in 
the outermost layer to a depth of 0.1 |jm; 

B is total area of the outermost layer; 
C is total area of wax particles contained in the 
25 remainder of the toner particle (at a depth of greater than 
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0.1 jJin from the surface of the particle); cuid 

D is total area of said remainder of toner particle, 
wherein all areas are measured as observed in a cross 
section of said toner particle through a center point of 
said toner particle . 

A further embodiment of the present invention relates 
to a process for producing a toner comprising agglomerating 
at least primary polymer particles and primary colorant 
particles to form an agglomerate of particles, coating a 
sxibstantial surface portion of said agglomerate with at 
least one layer of a particulate resin, wherein the primary 
polymer particles are preferably obtained by seed emulsion 
polymerization of a monomer mixture in the presence of 
particulate wax, and an outermost layer of the particulate 
resin is substantially free of wax. 

The toner according to the present invention 
comprises wax, primary polymer particles, primary colorant 
particles and particulate resin as the constituent 
components, and, if desired, further comprises a charge 
control agent ajid/or other additives. The toner of the 
present invention is preferably produced by an emulsion 
polymerization agglomeration method. According to the 
emulsion polymerization agglomeration method, the toner is 
produced by co- agglomerating at least primary polymer 
particles obtained by emulsion polymerization, and primary 
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colorant particles and, depending upon necessity, primary 
charge control agent particles to form an agglomerate of 
particles, followed by coating a substantial portion of the 
surface of the agglomerate with a particulate resin. 

Further, in the toner of the present invention, 
primary polymer particles and/or particulate resin 
comprise (s) wax therein and the particulate resin of the 
outermost layer of the toner is siibstantially free of wax 
so that the wax is not exposed on the surface. 
Wax 

The wax used in the present invention, can be any 
conventional wax. A wax having a melting point of 3 0 to 
lOO^C is preferred to improve fixability of the toner. 
Examples of such waxes include olefinic waxes such as low 
molecular weight polyethylene, low molecular weight 
polypropylene and polyethylene copolymer; paraffin waxes; 
ester-based waxes having a long-chain aliphatic group such 
as behenyl behenate, montanic acid ester and stearyl 
stearate; vegetcd>le wcixes such as hydrogenated castor oil 
and carnauba wax; ketones having a long- chain alkyl group 
such as distearyl ketone; silicones having an alkyl group; 
higher aliphatic acids such as stearic acid; long-chain 
aliphatic alcohols such as eicosanol; carboxylic acid 
esters of polyhydric alcohols such as glycerol and 
pentaerythritol , and long chain aliphatic acids or partial 



esters thereof; and higher aliphatic acid cunides such as 
oleic acid amide and stearic acid amide; and low molecular 
polyesters . 

Among these waxes, those having a melting point of 
not less than 3 0°C are preferred, with a melting point of 
not less than 4 0°C being more preferred, and a melting 
point of not less than 50°C being most preferred to improve 
the fixability of the toner. Further, it is preferred that 
the wax have a melting point of not higher than 90°C, more 
preferably not higher than 80°C. If the melting point of 
wax is too low, the wax may be exposed on the surface of 
the toner after fixing, which is liable to produce a 
stickyfeel. On the contrary, if the melting point is too 
high, the toner can be deteriorated in fixability at a low 
temperature . 

As the wax compound, an ester-based wax obtained from 
an aliphatic carboxylic acid and a monovalent or polyvalent 
alcohol is preferably used. Among ester-based waxes, those 
having 20 to 100 carbon atoms are more preferedsle and those 
having 3 0 to 6 0 carbon atoms are particularly preferable* 

Among esters of a monovalent alcohol and an aliphatic 
carboxylic acid, behenyl behenate and stearyl stearate are 
most preferred. Among esters of a polyvalent alcohol and an 
aliphatic carboxylic acid, stearic acid ester of 
pentaerythritol and the partial ester thereof, montanic 



acid ester of glycerol and the partial ester thereof are 
most preferred. 

The above -described waxes can be used alone or in any 
mixture thereof. Further depending upon the fixing 
temperature of the toner, the melting point of a wax 
compound can be optionally selected. In the context of the 
present invention the term "wax" can refer to a single wax 
compound or a mixture of wax compounds. 

For the purpose of enhancing fixability, a mixture of 
two or more, preferably three or more wax compounds is 
particularly effective. In particular, it is preferable 
that three or more wax compoxinds are used together and that 
formulation amoxints of respective compounds preferably do 
not exceed 60 w/w%, more preferably 45 w/w% and most 
preferably 40 w/w%, of the entire wax. 

When using mixtures of wax compounds, it is 
preferable that at least one of the waxes is the above- 
described carboxylic acid ester of a monovalent or 
polyvalent alcohol . The wax compound present in the 
highest amoimt is more preferc±>ly an alkanoic acid ester of 
a monovalent or a polyvalent alcohol, most preferably an 
alkyl ester of an alkanoic acid. In the case where the 
most abundant wax compound is an alkyl ester of an alkanoic 
acid, the second most abundant wax compound is preferably a 
different alkyl ester of an alkanoic acid or alkanoic acid 



ester of a polyvalent alcohol. 

Mixtures of wax compounds more preferably contain 4 
or more wax compounds, most preferably 5 or more wax 
compounds. The upper limit of wax compounds in the mixture 
is not particularly limited. However, in view of 
production, it is preferably 50 different wax compoiinds or 
less . 

If at least three kinds of wax compounds are present, 
the sum o f the two mo s t abundant wax compounds i s 
preferably 88% or less, more preferably 85% or less, cuid 
particularly preferably 80% or less. 

The wcuc compound most abundant in the mixture 
preferably has a melting point of 40°C or more, more 
preferably 50°C or more. Further, the wax compound most 
abundant in the mixture preferably has a melting point of 
90°C or less, more preferably 80°C or less. Further, 
particularly preferably, the two most abundant wcix 
compounds each have a melting point of 4 0°C to 9 0®C. 

As will be described later, the toner of the present 
invention has a structure such that a particulate wax is 
relatively tiniformly distributed in the toner. It can be 
estimated that wax having a relatively wide temperature 
width from the start of melting to the completion of 
melting, i.e., wax in the form of a mixture and having a 
low purity, can be readily discharged from the toner during 
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fixing, even if the fixing temperature is varied. Thus, 
such wax cam provide the desired fixability. 
Emulsif ier 

Particulate wax to be used in the present invention 
is obtained by emulsifying the above -described wax in the 
presence of at least one emulsifier selected from known 
cationic surfactant, anionic surfactant or nonionic 
surfactant. Two or more kinds of these surfactants can be 
used together. 

The wax used in the present invention has a melting 
point of 3 0 to 100°C. Thus, since the wax has a melting 
point less than the boiling point of water, where the 
dispersion of wax particles is prepared by emulsifying the 
wax, the Wcix is preferably dispersed and emulsified in a 
molten state (i.e. by heating a mixture of wax, water and 
emulsifier to the temperature of the melting point of the 
wax or more) .Specific examples of suitable cationic 
surfactants include dodecyl ammonium chloride, dodecyl 
ammonium bromide, dodecyl trimethyl ammonium bromide, 
dodecyl pyridinixim chloride, dodecyl pyridinixam bromide, 
and hexadecyl trimethyl ammonium bromide. 

Specific examples of suitable anionic surfactants 
include aliphatic soap such as sodium stearate and sodium 
dodecanate, sodium dodecyl sulfate, sodium 
dodecylbenzenesulf onate, and sodium laurylsulf ate . 



Specific examples of sultcLble nonlonlc surfactants 
Include polyoxyethylenedodecyl ether, 

polyoxyethylenehexadecyl ether, polyoxyethylenenonylphenyl 
ether, polyoxyethylenelauryl ether, polyoxyethylene 
5 sorbitan monoleate ether, and monodecanoyl succrose. 

Among these surfactants, an alkali metal salt of a 
straight chain alkylbenzene sulfonic acid is preferable . he 
volxame- aver age particle diameter of the particulate wax is 
preferably from 0.01 |jm to 3 |im, more preferably from 0.1 

11 10 (om to 2 |im, and particularly from 0.3 to 1.5 |im. For the 
si measurement of average particle diameter, LA- 500 produced 
1^ by Horiba Co., Ltd. may be used. If the average particle 
^3 diameter of the particulate wax exceeds 3 |jm, the polymer 

Ij, particles obtained by seed polymerization can be too large 

I'll 

12 15 to produce a high resolution toner. On the contrary, if • 

the average particle diameter of the emulsion falls below 

ii 

0.01 )Jm, it may be difficult to prepare the dispersion 
thereof . 

20 Primary polymer particles 

One feature of the present invention resides in that 
primary polymer particles and/or the particulate resin, 
other than that of the outermost layer, contain a wax 
encapsulated therein. In the case where the primary 

25 polymer particles contain a wax encapsulated therein, the 
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production method thereof is not particularly limited. 
Preferably, however, primary polymer particles are obtained 
by seed emulsion polymerization of a monomer mixture using 
a particulate wax as seed. 
5 Primary polymer particles obtained by emulsion 

polymerization using a particulate wax as seed (preferred 
embodiment of the present invention) will be explained 
below. 

In order to effect seed emulsion polymerization, a 
10 monomer having a Bronsted acidic group (hereinafter. 
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referred to as simply an acidic group) or a monomer having 
a Bronsted basic group (hereinafter, referred to as simply 
a basic group) and a monomer having neither a Bronsted 
5x acidic group nor a Bronsted basic group (hereinafter, also 

ft 15 referred to as other monomer) are successively added to 

Si. 

cause polymerization in the emulsion containing particulate 

i- -I 

wax. During this procedure, these monomers may be added 
separately or concurrently in any combination. 
Alternatively, a plurality of monomers may be previously 

20 mixed before being added. Further, the composition of 
monomers to be added may be changed during addition. 
Moreover, these monomers may be added as they are or in the 
form of cm. emulsion obtained by mixing with water and/or 
asurfactant. As such asurfactant, one or more of the 

25 previously exemplif iedsurf actants may be used. 
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During the seed emulsion polymerization process, an 
emulsifier (a surface active agent) may be added to the wax 
emulsion in a predetermined amount. A polymerization 
initiator may be added before, at the same time with or 
after the addition of the monomers. These addition methods 
may be employed in combination. 

Examples of the monomer having a Bronsted acidic 
group usable in the present invention include monomers 
having a carboxylic group such as acrylic acid, methacrylic 
acid, maleic acid, fumaric acid and cinnamic acid, monomers 
having a sulfonic group such as styrene sulfonate, and 
monomers having a sulfonic amide group such as vinyl 
benzene sulfonamide . 

Particularly preferred monomers for the primary 
particles are acrylic acid or methacrylic acid. 

Examples of the monomer having a Bronsted basic group 
include aromatic vinyl compounds having an amino group such 
as aminostyrene; monomers containing a nitrogen-containing 
heterocycle such as vinylpyridine and vinylpyrrolidone ; and 
(meth) acrylic acid esters having an amino group such as 
dimethylaminoethyl acrylate and diethylaminoethyl 
methacrylate . 

Further, these monomers having an acidic group and 
monomers having a basic group can be present as salts with 
respective counter ions . 



The amoxint of monomer having a Bronsted acidic group 
or a Bronsted basic group in a monomer mixture used to 
prepare the primary polymer particles is preferably 0.05% 
by weight or more, more preferably 1% by weight or more. 
5 Further, the amount of monomers having an acidic or basic 
group is preferably 10% by weight or less, more preferably 
5% by weight or less. 

Examples of the other comonomers used herein include 
styrenes such as styrene, methyl sty rene, chlorostyrene, 
10 dichlorostyrene, p- tert-butylstyrene , p-n- butyl styrene and 

"'4 

Ij p-n-nonylstyrene; and (meth) acrylic acid esters such as 

l^fi methyl acrylate, ethyl acrylate, propyl acrylate, n-butyl 

'"'■•J 

^3 acrylate, isobutyl acrylate, hydroxyethyl acrylate, 

M ethylhexyl acrylate, methyl methacrylate, ethyl 

ru 

15 methacrylate, propyl methacrylate, n-butyl methacrylate. 
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isobutyl methacrylate, hydroxyethyl methacrylate and 
ethylhexyl methacrylate; acrylamide, N-propylacrylamide, 
N,N-dimethylacrylamide, N, N-dipropylacrylamide, N,N- 
dibutylacrylamide, and acrylic amide. Particularly 

20 preferred among these monomers are styrene, butyl acrylate. 

Where a crosslinked resin is used as the primary 
polymer particles, as a crosslinking agent to be used 
together with the above -described monomers, radically 
polymerizable polyf unctional monomers can be used. 

25 Examples of such radically polymer izcible polyf unctional 
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monomers include divinyl benzene, hexanediol diacrylate, 
ethylene glycol dimethacrylate, diethylene glycol 
dimethacrylate, diethylene glycol diacrylate, triethylene 
glycol diacrylate, neopentyl glycol dimethacrylate, 
neopentyl glycol diacrylate and diallyl phthalate. 
Further, monomers having a reactive group in a pendant 
group, such as glycidyl methacrylate, methylol acrylamide 
and acrolein can be used. 

Preferably, radically -polymeriz able bi functional 
monomers, more preferably, divinyl benzene and hexanediol 
diacrylate are desirably used. 

The amount of such a polyf unctional monomer used in 
the monomer mixture is preferably 0.05% by weight or more, 
more preferably 0.1% by weight or more and particularly 
preferably 0.3% by weight or more. Further, the amount of 
polyf tine tional monomer is preferably 5% by weight or less, 
more preferably 3% by weight or less, and particularly 
preferably 1% by weight or less. 

The polyf unctional monomers may be used singly or in 
admixture, and are prefersibly added such that the resulting 
polymer exhibits a glass transition temperature of from 
40®C to 80®C. If the glass transition temperature of the 
polymer exceeds 80**C, the resulting toner exhibits too high 
a fixing temperature. Further, the toner may have a 
decreased OHP transparency. On the contrary, if the glass 
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transition temperature of the polymer falls below 40*^0, the 
storage stability of the toner deteriorates. 

Examples of polymerization initiators that can be 
used include, but are not limited to, persulfates such as 
5 potassium persulfate, sodixjm persulfate and ammoniiim 

persulfate; redox initiators obtained by combining these 
persulfates as one component with reducing agents such as 
acidic sodium sulfite; water-soluble polymerization 
initiators such as hydrogen peroxide, 4, 4' - 
"'■^ 10 azobiscyanovaleric acid, t -butyl hydroperoxide and cumene 
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hydroperoxide; redox initiators obtained by combining these 
water-soluble polymerization initiators as one component 
with reducing agents such as ferrous salt; benzoyl 
peroxide, and 2, 2 ' -azobis - isobutylonitrile . These 

rii 

|,,q, 15 polymerization initiators may be added before, at the same 

time with or after the addition of the monomers. These 
addition methods may also be employed in combination. 

In the present invention, any known chain transfer 
agent may be used, as desired. Suitable examples of chain 

20 transfer agents include, but are not limited to, t-dodecyl 
mercaptan, 2 -mercaptoethanol , diisopropyl Xctnthogen, carbon 
tetrachloride, and bromotrichlorome thane . These chain 
transfer agents may be used singly or in combination. The 
chain transfer agents may be used in an amount of from 0 to 

25 5% by weight based on the weight of the polymerizable 
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monomers used . 

The primary polymer particles obtained as described 
above have a wax sxibstajitially encapsulated therein. The 
primary polymer particles can have any desired morphology, 
5 such as, core-shell type, phase separation type, occlusion 
type orcombinations or mixtures thereof. A particularly 
preferred morphology is a core- shell type particle. 
Components other than wax, such as a pigment and a charge 
control agent, can be further used as seed so far as they 
10 don't depart from the scope of the present invention. 
. 1 Further, a colorant and a charge control agent dissolved or 

dispersed in wax can be used. 
^If The volume -average particle diameter of the primary 

polymer particles can be any size, but is generally from 

S ij 

l2 15 0.02 to 3 |jm, preferadDly from 0.05 to 3 |im, more prefercdjly 

from 0.1 to 2 fjm and most preferably 0.1 to 1 jam. For the 

P 

measurement of volume average particle diameter, for 
example, UPA (Ultra Particle Analyzer produed by Nikkiso 
Co., Ltd.) may be used. If the particle diameter is less 

20 than 0.02 pm, the agglomeration rate can be difficult to 
controlled. If the particle diameter exceeds 3 jam, the 
toner obtained by agglomeration may have too large a 
particle diameter to provide a high resolution toner. 

In the present invention, primary polymer particles 

25 are agglomerated to form an agglomerate of particles. 
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within the context of the present invention, the 
agglomerate of particles can take the form of an 
agglomerate where the individual particles are still 
distinguishable to a unitary large particle where the 
individual primary particles have coalesced to the point of 
no longer being distinguishable and the entire spectrum of 
species therebetween. However, in a preferable embodiment, 
a particulate resin (as described below) is further adhered 
or fixed thereto to form a toner • In such a toner, the 
primary polymer particles or the particulate resin for 
coating an agglomerate of primary particles, or both have 
THF insoluble portions. 

In the case where the Weoc content of the toner is 
desired to be increased and a particulate wax has not been 
used as seed, or a particulate wax having a small particle 
diameter is used, the agglomeration of the primary polymer 
particles can be performed in the presence of another 
particulate wax. However, if dispersibility of the 
particulate wax in the toner is taken into account, 
substantially all wax is preferably encapsulated in primary 
polymer particles. 

In accordance with the present invention, in 
obtaining primary polymer particles, a particulate colorant 
can be used as seed together with a particulate wax in the 
emulsion polymerization. Alternatively, a colorant can be 



used by dissolving or dispersing in the monomer or wax. 
However, preferably, a particulate colorant is agglomerated 
together with primary polymer particles to form am 
agglomerate of particles, which is used as the core 
material of the toner. In this process, primary polymer 
particles comprising wax encapsulated therein are used. 
However, two or more kinds of primary polymer particles can 
be used, if desired or needed. As a colorant to be used 
here, any of inorganic pigments, organic pigments or 
organic dyes, or any mixture thereof can be used. 

In a case where a crosslinked resin is used for 
primary polymer particles, the THF insoluble content of 
the primary polymer particles is generally 15 w/w% or more, 
preferably 20 w/w% or more, more preferably 25 w/w% or 
more .Additionally, the THF insolxible content is preferably 
70% or less. 

If the crosslinking degree is too low, offset may 
occur. Further, if the crosslinking degree is too high, 
OHP transparency may be decreased. 

Among components constituting the primary polymer 
particles, a THF soluble component preferably has a 
molecular weight peak (Mp) of 3 0,000, more preferably 
40,000 or more. Further, the Mp is preferably 150,000 or 
less, more preferably 100,000 or less. 
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when a crosslinked resin is used, a THF solxible 
component preferably has a molecular weight peak of 100,000 
or less, more preferably 60,000 or less. 

When the molecular weight peak is noticeably smaller 
than the cdjove -described range, the offset property of the 
toner at high temperature side can be poor. When the 
molecular weight peak is noticeably larger than the above - 
described range, the offset property of the toner at low 
temperature may be deteriorated. 

Among components constituting primary polymer 
particles, those soluble in tetrahydrof uran have a weight- 
average molecular weight (Mw) of preferably 30,000 or more, 
more preferably 80,000 or more, a weight -average molecular 
weight (Mw) of preferably 500,000 or less, more preferably 
300,000 or less. 
Colorant 

In accordance with the present invention, preferably, 
primary polymer particles and primary colorant particles 
are simultaneously agglomerated to form an agglomerate of 
the particles, to provide a toner or a toner core material. 
Suitable colorant particles include inorganic or organic 
pigments and organic dyes, alone or in combination as 
desired. Specific examples of suitable colorants include 
known dyes and pigments such as aniline blue, 
phthalocyanine blue, phthalocyanine green, hansa yellow. 
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rhodamine dye or pigment, chrome yellow, quinacridone, 
benzidine yellow, rose bengal, triallylmethane dye, monoazo 
dyes or pigments, disazo dyesor pigments, and condensed azo 
dyes or pigments. These dyes or pigments may be used 
singly or in admixture. If the toner of the present 
invention is a full-color toner, benzidine yellow, monoazo 
dyes or pigments or condensed azo dyes or pigments are 
preferably used as a yellow dye or pigment, quinacridone 
dyes or pigments or monoazo dyes or pigments are preferably 
used as a magenta dye or pigment, and phthalocyanine blue 
is preferably used as a cyan dye or pigment. The colorant 
is normally used in an amount of from 3 to 2 0 parts by 
weight based on 100 parts by weight of the binder resin 
used. In the context of the present invention, the term 
"binder resin" refers to the total of the resin 
constituting primary polymer particles and the resin 
constituting particulate resin (if present) . 

In one embodiment, a magenta colorant compound 
represented by the allowing formulae (I) or (II) is used 
in a toner of the preisent invention having a particulate 
resin coating. NamelyXa colorant compound represented by 
the formula (I) can desirably prepare a primary colorant 
particle dispersion and, therefore, the resulting toner can 
have a desirable hue. Since^ a compound represented by the 
formula (II) is likely to be\positively charged, in the 

24 ^ 
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case where it is used for a negatively charged toner, the 
agglomerate of particles containing the colorant (toner 
core material) is coated with particulate resin so that the 
colorant is not ekposed. Thus, the toner can be negatively 
charged. When a compound represented by the formula (I) or 
(II) is included in a toner obtained by an emulsion 
polymerization agglomeration method, a desirable magenta 
hue can be obtained. Thus, the compound represented by the 
formula (I) or (11)1 can be especially advantageous as the 
colorant of the tonfer of the present invention. 



SO. 



(I) 



wherein and each ind^endently represents a hydrogen 
15 atom, an alkyl group having\ 1 to_8_carbons or a halogen 

atom, provided that at least\ one of R^ and R^ is a halogen 
atom, and M represents Ba, Sin, Mn, Ca or Mg. 



OCH3 




N. 



OH 

CONHCgHs 25 



(II) 
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wherein A and B each, indepejraently , represent an aromatic 
ring which can be subst^uted, and R"^ represents a hydrogen 
atom, a halogen atcMrrv a nitro group, a cyano group, a 
hydrocarbon group having 1 to 5 carbon atoms, an alkoxy 
group having^^ to 5 carbon atoms, an aminosulf onyl group 
wherein the nitrogen atom may be substituted or am 
aminocaxbonyl group wherein the nitrogen atom may be 
siib^^i tuted . 

In the general formula (II) , A and B preferably 
represent a benzene ring or a naphthalene ring. Among 
compounds represented by formula (II) , those represented by 
the following formula (Ila) are more preferred: 




CONHCcHs 



15 (Ila) 

wherein to R^ each independently represents a hydrogen 
atom, a halogen atom, a nitro group, a cyano group, a 
hydrocarbon group having 1 to 5 carbon atoms, an alkoxy 
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group having 1 to 5 carbon atoms, an aminosulfonyl group 
wherein the nitrogen atom may be sxibstituted or an 
aminocarbonyl group wherein the nitrogen atom may be 
Slabs tituted. 

In the formula (Ila) , the nitrogen atom of the 
aminosulfonyl group or aminocarbonyl group, can be 
siibstituted with an alkyl group, an aryl group, an 
alkoxyalkyl group, a haloalkyl group or a haloaryl group. 

Further, a compound wherein is a hydrogen atom, 
is a methoxy group, R^ is a hydrogen atom and R^ is a 
chlorine atom is the most preferable in view of spectral 
reflectance, dispersibility in a polymerizable monomer and 
a processability to a coloreuit dispersion. 

In the case where these colorants are used by 
emulsifying in water in the presence of an emulsifier to 
form an emulsion, those having a volume -average particle 
diameter of 0.01 to 3 |jm are preferably used. 
Charge control agent 

In the present invention, a charge control agent can 
be included in the toner if desired. The charge control 
agent can be incorporated into the toner, preferably by a 
method wherein the charge control agent is used as seed 
together with wax in obtaining primary polymer particles, a 
method wherein the charge control agent is used by 
dissolving or dispersing in monomer or wax, or a method 
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wherein primary polymer particles and primary charge 
control agent particles are agglomerated at the same time 
to form an agglomerate of particles, which is used as a 
toner* However, a preferable method comprises adhering or 
fixing a charge control particle before, during or after 
the process for adhering or fixing particulate resin. In 
this case, it is preferable that the charge control agent 
is also used as an emulsion in water having an average 
particle diameter of from 0.01 to 3 pm (primary charge 
control agent particles) . 

Any conventional charge control agent can be used 
alone or in combination of two or more. For example, a 
quaternary ammonium salt, and a basic electron-donating 
metal material are preferably used as a positively-charging 
charge control agent, and a metal chelate, a metal salt of 
an organic acid, a metal -containing dye, nigrosine dye, an 
amide group -containing compound, a phenol compound, a 
naphthol compound and the metal salts thereof, an ure thane 
bond- containing compound, and an acidic or an electron- 
attractive organic substance are preferably used as a 
negatively- charging charge control agent. 

Taking into account adaptability to color toner (the 
charge control agent itself is colorless or has a light 
color and hence doesn't impair the color tone of a toner), 
a quaternary ammonium salt compound is preferably used as a 
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positively- charging charge control agent and a metal salt 
or metal complex of salicylic acid or alkylsalicylic acid 
with chromiixm, zinc or aluminxim, a metal salt or metal 
complex of benzylic acid, amide compound, phenol compoiind, 
naphthol compound, phenolamide compound, ajid 

hydroxynaphthalene compound such as 4 , 4 ' -methylenebis [2 - [N- 
(4-chlorophenyl) amide] -3 -hydroxynaphthalene are preferably 
used as a negatively- charging charge control agent. The 
amoiint of the charge control agent to be used may be 
determined by the required charged amount of toner. In 
practice, however, it is normally from 0.01 to 10 parts by 
weight, preferably from 0.1 to 10 parts by weight, based on 
100 parts by weight of the binder resin used. 
Particulate resin 

Next, one important feature of the toner of the 
present invention resides in the formation of the toner 
particles by coating (adhering or fixing) a particulate 
resin over the above-described agglomerate of particles. 

The particulate resin is used as an emulsion obtained 
by dispersing the same using an emulsif ier ( the above - 
described surface active agent) in water or a liquid mainly 
comprising water. For the particulate resin which is not 
used for the outermost layer of the toner, the above- 
described particulate resin obtained by emulsion 
polymerization using wax as seed is preferably used. 
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However, as the particulate resin used for the outermost 
layer of the toner, a particulate resin substantially free 
of wax is used. In this case also, a particulate resin 
obtained by emulsion polymerization method is preferable. 
Within the context of the present invention the term 
"substantially free of wax" indicates that the level of wax 
is preferably less than 1 w/w%, more preferably less than 
0.5 w/w%, most preferably less than 0.1 w/w%. 

Preferred particulate resins, include those having a 
voliame- average particle diameter of 0.02 to 3 |im, more 
preferably 0*05 to 1.5 ym. The particulate resin can 
comprise units obtained from the Scone monomers used to 
prepare the primary polymer particles or can use different 
monomers from those used in the primary particles. 

When the toner is prepared by coating an agglomerate 
of particles with particulate resin, the particulate resin 
is prefersLbly a crosslinked resin. In the present 
invention, it is most preferred that at least one of the 
primary polymer particles or particulate resin be 
crosslinked. As the crosslinking agent, the polyf unctional 
monomers used for the primary polymer particles can be 
used. 

When the particulate resin is a crosslinked resin, 
the crosslinking degree is normally 5 w/w% or more, 
preferably 10 w/w% or more and more prefercd^ly 15 w/w% or 
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more, based on measurements o£ THF insoluble content. More 
preferably, the particulate resin has a THF insoluble 
content of 70 w/w% or less. In order to achieve the above- 
described preferable range of THF insolxible content, the 
5 formulation amount of polyf xinctional monomer is preferably 
0.005% by weight or more, more preferably 0.01% or more and 
most preferably 0.05% or more, based on total monomer 
mixture used for preparing the particulate resin. Further, 
the amount of polyf iinctional monomer is preferably 5% by 
10 weight or less, more preferably 3% by weight or less, and 

o 

,'"1 most preferably 1% by weight or less, based on total 

monomer mixture. 

m 

Among components of the particulate resin, a 
molecular peak (Mp) of THF- soluble components is preferably 

!=[] 

15 30,000 or more, more preferably 40,000 or more, and is 

m 

preferably 150,000 or less, more preferably 100,000 or 
less . 

Particularly, in the case where a crosslinked resin 
is used, a molecular peak (Mp) of THF-solvible components is 
20 preferably 100,000 or less, more preferably 60,000 or less. 

Among components of the particulate resin, a weight - 
average molecular weight (Mw) of THF- soluble components is 
preferably 30,000 or more, more preferably 50,000 or more, 
prefercJDly 500, 000 or less, more preferably 300,000 or 
25 less. 
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when the toner is coated with a particulate resin, 
however, the resulting toner can have a core-shell 
construction (with the primary polymer particles and 
colorant particles agglomerated in the core and the 
particulate resin coated on the outside) or it is also 
possible the during the aging of the toner with the 
particulate resin present, there is migration of 
particulate resin into the agglomerate with concomitant 
migration of the primary polymer particles and/or colorant 
particles into the outside coating layer. This can result 
in the outer layer containing slight amounts of primary 
polymer particles and colorant particles or even in the 
extreme, in a toner that is homogeneous with respect to 
primary polymer particles, colorant particles and 
particulate resin. All embodiments between distinct layers 
and homogeneous toner are included in the present 
invention. 

In the case where the toner is a negatively charged 
toner, it is preferred to have the agglomerate coated with 
the particulate resin. If aging of the particulate resin 
coated agglomerate results in mixing to the point wherein 
no boundary exists between the agglomerate and the 
particulate resin, it is further preferred to provide an 
outer, layer of particulate resin only. 
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Additionally, even when there is a distinct layer on 
the agglomerated primary polymer particles and colorant 
particles, the layer can completely cover the agglomerate 
or can be on a substantial portion, either continuously or 
non- continuously • Prefercibly, the particulate resin forms 
a coating on at least 75% of the surface area of the 
agglomerate, more preferably at least 85%, even more 
preferably at least 95%, Most preferably is a complete 
covering of the agglomerate with the particulate resin. 
Agglomeration process 

In a preferred embodiment of the present invention, 
the above-described primary polymer particles, primary 
colorant particles, and optionally particulate charge 
control agent, particulate wax and other additives are 
emulsified to form an emulsified liquid, which are co- 
agglomerated to form an agglomerate of particles. Among 
respective components to be agglomerated, the charge 
control agent dispersion, particulate wax or other 
additives can be added during the agglomeration process or 
after the agglomeration process. 

Embodiments of the agglomeration process include 1) 
methods wherein agglomeration is effected by heating, and 
2) methods wherein agglomeration is effected chemically, 
such as by addition of an electrolyte. 

In the case where agglomeration is effected by 
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heating, the agglomeration temperature is preferaQ^ly in a 
range of from 5®C to Tg (Tg is the glass transition 
temperature of primary polymer particles) , more preferably 
a range of from (Tg-10°C) to (Tg-5°C) . By employing this 
5 preferred temperature range, a desirable toner particle 

diameter can be obtained by agglomeration without using a 
chemical additive, such as an electrolyte. 

In the case where agglomeration is effected by 
heating, the method can further comprise an aging step 
''^ 10 subsequent to the agglomeration step. The aging step is 

d 

described in more detail below. The agglomeration step and 
I PI the aging step are effected sequentially and, therefore, 

.J the boundary between these processes is not necessarily 

clear cut. However, a process wherein a temperature range 

111 

15 of from (Tg-20°C) to Tg is maintained for at least 3 0 

i'n 

e:3 minutes is defined herein as an agglomeration step. 

a 

The agglomeration temperature is preferably a 
temperature at which toner particles having a desired 
particle diameter are formed, by keeping the mixture for at 

20 least 30 minutes at the given temperature. To reach the 
given temperature, temperature can be elevated at a 
constant speed or stepwise. The holding time is preferably 
from 30 minutes to 8 hours, more preferably from 1 hour to 
4 hours in a temperature range of from (Tg-20°C) to Tg. 

25 Thus, a toner having a small particle diameter and sharp 
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particle size distribution can be obtained. 

In the process of the present invention, the 
particulate resin and/or particulate charge control agent 
can each, independently, be added to the process before or 
during the agglomeration step, between the agglomeration 
step and aging step, during the aging step or after the 
aging step . Further, if either component is added after 
the aging step, a second aging step can be performed if 
desired, under the same conditions noted above for the 
aging step. 

In the case where agglomeration is effected by use of 
electrolyte, the electrolyte can be combined with a mixed 
dispersion of primary polymer particles, colorant 
particles, and optionally other components. Suitable 
electrolytes can be organic salts or inorganic salts. A 
monovalent or polyvalent (divalent or more) metal salt is 
preferable. Specifically, mention may be made of NaCl, 
KCl, LiCl, Na2S04, K2SO4, Li2S04, MgCl2/ CaCl2/ MgS04, CaS04, 
ZnS04, Al2(S04)3/ Fe2(S04)3/ CHaCOONa and CgHsSOaNa. 

The amount of electrolyte to be added varies 
depending on the particular one chosen, and is, in 
practice, used in an amoxint of from 0.05 to 25 parts by 
weight, preferably from 0.1 to 15 parts by weight, more 
preferably from 0.1 to 10 parts by weight based on 100 
parts by weight of the solid content of mixed dispersion 
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used (wherein the mixed dispersion comprises, at least 
primary polymer particles and colorant particles) . 

If the amoxmt of electrolyte to be added is 
significantly smaller than the above -described range, 
various problems tend to occur. Namely, the agglomeration 
reaction proceeds so slowly that finely divided particles 
having a diameter of not more than 1 \jm are left behind 
after the agglomeration reaction or the average particle 
diameter of the aggregates of particles thus obtained is 
not more than 3 |im. Further, if the amoxmt of electrolyte 
added significantly exceeds the above -described range, 
various other problems also can occur. Namely, the 
agglomeration reaction may proceed too rapidly to control. 
The resulting agglomerate of particles contains coarse 
particles having a particle diameter of not less than 25 jim 
or have an irregular amorphous form. 

Further, in the case where agglomeration is effected 
by adding an electrolyte, the agglomeration temperature is 
preferably in the range of from 5°C to Tg. 

As noted above, in order to enhance the stability of 
the aggregates (toner particles) obtained in the 
agglomeration step, an aging step (causing the fusion of 
agglomerated particles to each other) at a temperature of 
from Tg to (Tg + 80*'C) , preferably (Tg + 20°C) to (Tg + 
80°C) , but below the softening point temperature of the 
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primary polymer particles may be preferably added. The 
addition of the aging step makes it possible to 
substantially roxind the shape of the toner particles or 
control the shape of the toner particles. This aging step 
is normally performed for a time of from 1 hour to 24 
hours, preferably from 1 hour to 10 hours. 

The agglomeration step can be performed in any 
suitable apparatus, but is preferably performed in a 
reaction tank with agitation. Sxibstantially cylindrical or 
spherical reaction tanks are preferably used. When the 
reaction tank is substantially cylindrical, the shape of 
the bottom thereof is not particularly limited. However, 
generally a reaction tank having a substantially circular 
bottom is preferably used. 

In order to improve agitation efficiency, the volxime 
of the mixed dispersion is preferably 3/4 or less, 
preferably 2/3 or less of the volume of the reaction tank. 
When the volume of the mixed dispersion is significantly 
smaller than that of the reaction tank, the dispersion 
bubbles violently, increasing the viscosity. As a result, 
coarse particles tend to be formed, agitation sometimes 
cannot occur effectively depending upon the shape of an 
agitating blade, and, the productivity is lowered. Thus, 
the above -described volume ratio is preferably 1/10 or 
more, more preferably 1/5 or more. 
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As an agitating blade to be used in the 
agglomeration step, any agitating blade can be used, such 
as conventionally known coiitinercially available agitating 
blades. Suitable commercially available agitating 

5 blades, include anchor blades, full zone blades (produced 
by Shinko Pantec Co., Ltd.), Sunmeler blades (produced by 
Mits\ibishi Heavy Industries, Ltd.), Maxblend blades 
(Sumitomo Heavy Industries, Ltd.), Hi-F mixer blades 
(produced by Souken Kagaku K.K.) and double helical ribbon 
^2 10 blades (produced by Shinko Pantec Co., Ltd.) . A baffle may 

also be provided in the agitating tank if desired. 

Generally, the agitating blade is selected and used 
depending upon the viscosity and other physical properties 
of the reaction liquid, the reaction itself, and the shape 
15 and size of the reaction tank. Such selection xs within 

i' f% 

the skill of the ordinary artisan. As a preferred 

j" 'I 

agitating blade, however, specific mention may be made of a 
double helical ribbon blade or anchor blade. 
The other additives 

20 The toner according to the present invention can be 

used together with one or more other additives such as a 
fluidity improver as desired. Specific examples of such 
fluidity improvers include finely divided hydrophobic 
silica powder, finely divided titanium oxide powder and 

25 finely divided alviminum oxide powder. The fluidity improver 
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is, when present, normally used in an ajno\int of from 0.01 
to 5 parts by weight, preferably from 0.1 to 3 parts by 
weight based on 100 parts by weight of the binder resin 
used. 

5 Further, the toner according to the present invention 

may contain an inorganic particulate material such as 
magnetite, ferrite, cerium oxide, stronti\im titanate and 
electrically conductive titania or a resistivity adjuster 
or lubricant, such as styrene resin or acrylic resin, as an 
O 10 internal or external additive. The amount of such an 

J'J additive to be added may be properly predetermined 
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depending on the desired properties. In practice, however, 
it is preferably from 0.05 to 10 parts by weight based on 
100 parts by weight of the binder resin used. 

15 The toner of the present invention may be in the form 

of either a two-component developer or a non-magnetic one- 
component developer. The toner of the present invention, if 
used as a two -component developer, may have any known 
carrier such as magnetic materials (including iron powders, 

20 magnetite powders, ferrite powders,) materials obtained by 
coating the surface of such a magnetic material with a 
resin and magnetic carriers. As the coating resin to be 
used in the resin-coated carrier there may be used 
generally known resins, such as styrene resin, acrylic 

25 resin, styrene-acryl copolymer resin, silicone resin. 



39 



modified silicone resin, fluororesin or mixture thereof. 
Toner 

The toner of the present invention produced by using 
the above -described respective components, comprises a 
resin wherein at least one of primary polymer particles or 
particulate resin are crosslinked. When a crosslinked 
resin is used, the THF insoluble content is high. When an 
uncrosslinked resin is used, it is substantially dissolved 
in THF. Generally, the colorant is not THF soluble. 
Further, although the charge control agent is sometimes 
THF -soluble and sometimes THF insoluble, the charge control 
agent is used in a small proportion compared with the other 
components. By taking these facts into consideration, the 
THF insoliible content of the toner of the present invention 
is controlled in a range of from 15 to 80 w/w% . The 
tetrahydrofuran insoluble content is preferably 2 0 w/w% or 
more, and is preferably 70 w/w% or less. 

In the toner of the present invention when both 
primary polymer particles and particulate resin are 
crosslinked, which is a most preferred embodiment of the 
present invention, the THF insoluble content of the toner 
is 20 to 70 w.w%, preferably 30 to 70 w/w%. 

The toner of the present invention further comprises 
wax, preferably a wax having a melting point of 3 0 to 
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100°C. The content thereof in the toner is preferably 1 
part by weight or more, more preferably 5 parts by weight 
or more and particularly preferably 8 parts by weight or 
more to 100 parts by weight of a binder resin of the toner 
5 (wherein the term "binder resin" is used herein to mean the 

sum of the resin constituting primary polymer particles and 
the resin constituting particulate resin, as described 
earlier) . The wax content is also preferably 40 parts by 
weight or less, more preferably 35 parts by weight or less 

P 10 and most preferably 30 parts by weight or less. 

< 1 

'» When the toner of the present invention is used in a 

printer or a copying machine having high resolution, the 
^ toner preferably has a relatively small particle size and 

has a sharp particle size distribution for attaining a 

rij 

15 xiniform charged amotmt in respective toner particles. 

The average volume particle diameter of the toner of 
the present invention is preferably 3 to. 12 |jm, more 
preferably 4 to 10 |im, particularly preferably 5 to 9 |im. 
As an index representing particle size distribution, the 

20 ratio of volume -average particle disuneter (Dy) to number- 
average particle diameter (Dn) / i.e., ( (Dv) / (Dn) ) is used. 
The present invention toner preferably has a (Dy) / (Dk) of 
1.25 or less, more preferably 1.22 or less and most 
preferably 1.2 or less. The minimum (Dy) / (Dk) is 1, which 

25 means that all particles have the same particle size. This 
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is advcmtageous in the formation of an image having a high 
resolution. Practically, however, a particle size 
distribution of 1 is extremely difficult to be obtained. 
Accordingly, in view of production considerations, 
5 (Dv) / (Dn) is preferably 1.03 or more, more preferably 1.05 
or more. 

When finely divided powder (toner having excessive 
small particle diameter) is present in too high an amount, 
blushing of a sensitizing body and scattering of toner into 
^■•■^ 10 the inside of an apparatus are likely to occur and the 

■a 

charged amoxint distribution is also liable to be worse. 
When coarse powder (toner having excessive large particle 
^ diameter) is present in too high an amount, the charged 

amount distribution is liable to be worse, which is 

f U 

15 unsuitable for forming a high resolution image. For 

example, when the toner has an average volume particle 

Q 

diameter of 7 to 10 |jm, the amount of toner having a 
particle diameter of 5 or less is preferably 10% by 
weight or less, more preferably 5% by weight or less of the 

20 entire amount of the toner. The amoiint of toner having a 
particle diameter of 15 ^im or more is preferably 5% by 
weight or less, more preferably 3% by weight or less. 

When such a toner having a relatively small particle 
diameter and a sharp particle size distribution is 

25 produced, the production method according to the emulsion 
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polymerization agglomeration method of the present 
invention is advantageous compared with suspension 
polymerization or kneading-pulverizing method* 

The 50% circular degree of the present toner is 
preferably 0.95 or more, more preferably 0.96 or more, 
(circular degree = circumference length of circle having 
the same area as that of projected area of 
particle/circumference length of projected image of 
particle) The maximvim 50% circular degree is 1 which means 
that the toner is substantially spherical. However, such a 
toner is difficult to be obtained. Thus, in view of 
production considerations, it is preferably 0.99 or less. 
Preferred embodiments of the Invention 

The toner of the present invention has a construction 
such that at least one layer of a particulate resin is 
coated over the above-described agglomerate of particles. 
In this construction, at least one of the primary polymer 
particles and the particulate resin contains wax 
encapsulated therein, while the particulate resin in the 
outermost layer is substantially free of wax. 

Here, preferable several examples of embodiments of 
the toner of the present invention will be specifically 
described below. 

A first preferred embodiment of the toner of the 
present invention is one wherein one layer of a particulate 
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resin Is coated on an agglomerate of particles comprising 
primary polymer particles having wsuc encapsulated therein 
and the one layer of the particulate resin is substantially 
free of wax. 

5 Among constructions of the toner of the present 

invention, this construction is the most simple and is 
advantageous in view of the production of the toner. 

In this embodiment, as shown in Fig.l, at least one 
row of particulate resin is preferably coated over a 
^3 10 stibstantial portion of the surface of am, agglomerate of 

''J particles (In Figs 1 to 5, only primary polymer particles 

Ul 

and a particulate resin are shown. A particulate colorant, 

Im 

^ a particulate charge control agent and the other additives 

are not shown, but could be present as desired) . It should 

Hi 

15 be noted in the present specification that in a case where 
^i^-. the same kind of particulate resin is coated (adhered or 

fixed) , the particulate resin is defined as one layer 
regardless of whether one row or plural rows of the 
particulate resin have actually been coated. 

20 When a particulate resin is used in an extremely 

small amount, it sometimes cannot provide coating effects. 
Thus, the coating amoxint is preferably 3 w/w% or more, more 
preferably 5 w/w% or more of primary polymer particles. 
Contrary to this, when it is used in an extremely large 

25 amoiint, wax is not to be present in the surface site except 
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for the outermost layer, which may result in poor discharge 
of wax from the toner at the time of fixing. Thus, the 
coating amount is preferably 80% or less, more preferably 
40% or less, and particularly preferably 20% or less of 
primary polymer particles. 

Prior to coating a particulate resin over an 
agglomerate of particles, the agglomerate can be fusion 
bonded at a temperature of the glass transition temperature 
of the primary polymer particles (Tg) or more, preferably 
Tg to (Tg + 80°C) . In a case where prior to coating a 
particulate resin, an agglomerate of particles is fusion 
bonded, followed by coating the particulate resin, a toner 
is to have a morphology similar to that shown in Fig. 2. 
Alternatively, it is possible that a particulate resin is 
adhered to an agglomerate of particles having not been 
subjected to fusion-bonding, then the agglomerate of 
particles and the particulate resin is fusion-bonded. 

As shown in Fig. 3, a second preferred embodiment of 
the toner of the present invention is one wherein two 
layers of a particulate resin are coated onto an 
agglomerate of particles comprising the primary polymer 
particles having a wax therein. The particulate resin of 
the inner layer also contains wax therein, and the 
particulate resin of the outer layer is substantially free 
of wax. 
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This construction is advantageous in that 
corresponding to a material of a fixing apparatus and a 
fixing temperature, glass transition temperature (Tg) or 
crosslinking degree of a particulate resin of the inner 
layer or the outer layer can be varied, and the amount and 
type of wax included in primary polymer particles or in the 
inner layer of particulate resin can be varied. 

The amo\int of particulate resin in the outer layer is 
preferably 3 w/w% or more, more preferably 5 w/w% or more 
relative to the sum of the particulate resin in the inner 
layer and primary polymer particles, and is preferably 80% 
or less, more preferably 40% or less and particularly 
preferably 20% or less of the same sxom. 

Also in this case, prior to coating an inner layer of 
particulate resin over an agglomerate of particles, the 
agglomerate can be fusion bonded at a temperature of the 
glass transition temperature of the primary polymer 
particles (Tg) or more, preferably Tg to (Tg + 80^*0 . 
Further, prior to coating the particulate resin of the 
outer layer, the agglomerate and the particulate resin of 
the inner layer can be fusion bonded with each other. 
Alternatively, the particulate resin of the inner layer and 
that of the outer layer are adhered to the agglomerate of 
particles having not been subjected to fusion -bonding, then 
the agglomerate of particles amd the particulate resin of 
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the inner layer and the outer layer can be fusion-bonded to 
each other. 

Fig. 4 is a schematic view of a toner having been 
subjected to fusion-bonding in the sibove -described first 
and second embodiments. As shown in Fig. 4, in the toner 
having this structure, in the outermost part of the toner, 
specifically in the area of the depth of 0.1 \jm from the 
surface of the toner, there is no substantial amount of wax 
particles, while in the inside of the toner, a particulate 
wax is present at a relatively constant distribution. 

"Substantially free of wax particles" means 
that in observing the cross section of a toner by a 
transmission type electron microscope (TEM) photograph, 
wherein the toner has a volume -average particle diameter of 
from 3 to 12 fim, a half value width of a number -average 
particle diameter of particulate wax contained therein, 
when the cross section of the toner is observed, of 0.06- |am 
or less, and wherein the distribution of particulate wax 
having an average particle diameter of 0.01 jam or more 
throughout the toner particle satisfies the following 
equation: 

(A/B)/(C/D) 0.1 

wherein A is total area of wax particles contained in 
outermost layer to a depth of 0.1 |im; 

B is total area of outermost layer; 
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C is total area of wax particles contained in 
remainder of toner particle (at a depth of greater than 0.1 
|ijn from the surface of the particle) ; and 

D is total area of said remainder of toner particle, 

wherein all areas are measured as observed in a cross 
section of said toner particle through a center point of 
said toner particle. 

Fig. 6 is the TEM photograph of the cross section of 
the toner produced in Example 1. The observation of the 
cross section of the toner by this photograph shows that a 
particle of a particulate wax is not always cut along the 
face passing through the center, but is rather cut along a 
surface deviated from the center. Accordingly, the value 
of the particle diameter obtained from the particulate wax 
observed in the cross section of the toner (observed in the 
flat state) is smaller than the particle diameter of the 
particulate wax practically present in the toner. Further, 
when a toner particle is cut, some strength is exerted to 
the toner and, therefore, even when a substantially 
spherical toner is cut, the cut surface cannot be circular, 
but generally will be a broken ellipse. Thus, the cross 
section of a particulate wax included in the toner is also 
to be a broken ellipse. 

A number -average particle diameter of a particulate 
wax observed in the cross section of a toner is generally 
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20 nm or more, preferably 30 run or more, more preferably 50 
nm or more, and is generally 150 nm or less, preferably 100 
nm or less. 

In the present invention, a particulate Wcuc is used 
as seed of primary polymer particles or a particulate 
resin. Thus, the wax is encapsulated in the resin. 
Therefore, even in a case where during the production of a 
toner, an agglomerate of particles is fusion bonded, the 
particulate wax is considered substantially to maintain the 
particle diameter at a time when present in the primary 
polymer particles or the particulate resin. In the case 
where a particulate wax is co-agglomerated with primary 
polymer particles, the particulate wax sometimes can be 
preferentially fusion-bonded with each other in the course 
of the co-agglomeration. Thus, the wax can have a particle 
diameter from the initial particle diameter to a fairly 
large particle diameter resulted from repeated fusion- 
bonding of multiple wax particles. Accordingly, the 
distribution of the number -average particle diameter of the 
particulate wax observed in the cross section of the toner 
where the particulate wax and primary polymer particles are 
CO -agglomerated is wider than that in the case where 
primary polymer particles obtained by seed polymerization 
are agglomerated • 
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In the toner of the present invention, a half value 
width in a nximber- average particle diameter of a 
particulate wax observed in the cross section of the toner 
is preferably 0*06 jixn or less, more preferedDly 0.05 |am or 
less. The theoretical minimum value of the half value 
width is 0. However, such a particulate wax cannot be 
produced practically. Thus, a practical half value width 
is 0.01 )im or more. 

In Fig. 4, the dotted line shows the depth of 0.1 \xca 
from the surface of a toner. In the fusion-bonded toner, 
commonly, the boxindary between a portion which was primary 
polymer particles and a portion which was particulate resin 
cannot be clearly recognized, since some migration of the 
polymers can occur during fusion bonding. 

Inside the toner of the present invention, a large 
number of small particle diameter particulate wax particles 
are distributed. In such a structure, wax can be xiniformly 
discharged from the toner surface during of fixing. Thus, 
the toner has excellent releasability . Further, before 
fixing the toner, the discharge of wax is suppressed so 
that the toner is also excellent in blocking resistance and 
the apparatus is hardly polluted. 

As shown in Fig. 5, a third preferred embodiment of 
the toner of the present invention is a toner for the 
development of an electrostatic image wherein two layers of 
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a particulate resin are coated onto an agglomerate of 
particles comprising at least primary polymer particles, 
wherein the primary polymer particles do not comprise wax 
therein, the particulate resin of the inner layer does 
5 comprise wax therein, and the particulate resin of the 
outer layer is substantially free of wax. 

This construction is also advantageous as in the 
second embodiment in that corresponding to a material of a 
fixing apparatus and a fixing temperature, glass transition 
O 10 temperature (Tg) or crosslinking degree of the particulate 
resin of the inner layer or the outer layer can be varied. 

The araoimt of particulate resin in the outer layer 
is preferably 3 w/w% or more, more preferably 5 w/w% or 
more, relative to the sum of the particulate resin in the 
15 inner layer and primary polymer particles. The amount of 
particulate resin in the outer layer is alsopref erably 80% 
or less, more preferably 40% or less and particularly 
preferably 20% or less, relative to the same sxam. 

In this embodiment, since the primary polymer 
20 particles are substantially free of wax, the wax- free 
primary polymer particles and the particulate WcLx are 
prefercUDly co- agglomerated to form an agglomerate of 
particles . 

Of the above-described three preferred embodiments, 
25 the first and second embodiments are more preferred in the 
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point that the particulate wax is xiniformly distributed in 
the toner . 

Further, in the present invention, as long as the 
particulate resin in the outermost layer is siabstantially 
free of wax, it is also possible to coat three or more 
layers of the particulate resin onto the agglomerate of 
particles to form the toner. For example, by controlling 
crosslinking degree or Tg of the toner, the toner 
preferably has a hardness gradient, i.e., the toner is 
harder from the inside toward the outside (softer inside, 
harder outside) . 

The toner of the present invention preferably uses a 
resin wherein at least one of primary polymer particles and 
particulate resin is crosslinked. The use of a resin 
wherein both primary polymer particles and particulate 
resin are crosslinked is particularly preferable. 

In the case where a crosslinked resin is used, the 
toner has a THF insolxible contentof preferc±>ly 15 to 8 0% by 
weight, more preferably 2 0 to 80% by weight. 

In the case where wherein both primary polymer 
particles and the particulate resin are crosslinked, which 
is a most preferred embodiment of the present invention, 
the toner has a THF insoliible content of preferably 15 to 
80% by weight, more preferably 2 0 to 80% by weight. 
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Having generally described this invention, a furthe 
vmderstanding can be obtained by reference to certain 
specific examples which are provided herein for purposes 
illustration only cind are not intended to be limiting 
unless otherwise specified. 
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EXAMPLES 

The present invention will be further described in 
the following examples. 

The tem "parts" as used hereinafter is mea^t to 
5 indicate "parts by weight". For the measurement of the 

average particle diameter, weight -average molecular weight, 
glass transition temperature (Tg) , 50% circular degree, 
fixing temperature width, charged amount and blocking 
resistance of the polymer particles, the following methods 
10 were used. 

Volume -average particle diameter, number -average 
particle diameter^ propg^rtion of toner particles having a 
diameter of 5 fim or /!l!ess and those having a diameter of 15 
fim or more ; LA-SC^O produced by Horiba K.K., Microtrack UPA 
produced by Nixkiso Co., Ltd. or Coulter Counter Multisizer 
II model (abbreviated as Coulter Coxinter) produced by 
Coulter Ipc . were employed. 

Weight -average molecular weight (Mw) , Molecular 
weight peak (Mp) ; Gel permeation chromatography (GPC) was 
20 employed (apparatus: GPC apparatus HLC-802 0 produced by 

Tosoh Corporation, column: PL-gel Mixed-B 10 |i produced by 
Polymer Laboratory K.K., solvent: THF, sample 
concentration: 0.1wt%, calibration curve: standard 
polystyrene) . 
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Glass transition temperature (Tg) ; DSC 7 produced by 
Perkin Elmer Inc. was used (Temperature of toner was 
elevated from 3 0^C to 10 0*^0 for 7 minutes, then the 
temperature was quickly lowered from 100**C to -20°C, 
5 successively elevated from -20''C to 100°C for 12 minutes. 
The value of Tg observed at the second temperature 
elevation was adopted) . 

50% circular degree; Toner was evaluated by flow type 
particle image analysis apparatus FPIA-2 000 produced by 
10 Sysmex Corporation and circular degree corresponding to 
cumulative particle size value at 50% of the value 
determined by the following formula was employed. 

Circular degree = circxamf erence length of circle 
having the same area as that of projected area of 
15 particle/circumference length of projected image of 
particle . 

Fixing temperature width ; A recording paper having an 
unfixed toner image supported thereon was prepared. The 
recording paper was carried into the fixing nip during 

20 which the surface temperature of heated rollers was varied 
from 100°C to 220°C, The recording paper discharged from 
the fixing nip was then observed for fixing conditions. 
The temperature range within which the heated rollers 
undergo no toner offset during fixing and the toner which 

25 has been fixed to the recording paper was sufficiently 
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bonded to the recording paper was defined as fixing 
temperature width. 

The heated rollers in the fixing machine comprise 
alxaminxim as core metal, 1.5 mm- thick dimethyl type low 
5 temperature vulcanizable silicone rubber having a rxibber 
hardness of 3*^ according to JIS-A specification as a 
resilient layer, a 50 jam- thick releasing layer comprising 
PFA ( tetraf luoroethylene-perf luoroalkylvinyl ether 
copolymer) . The roller has a diameter of 30 mm and a 

10 r\ibber hardness on the fixing roller surface determined 
according to Japan rubber association specification SRIS 
0101 of 80. Evaluation was effected under conditions of a , 
nip width of 4 mm and fixing rates of 120 mm/s or 30 mm/s, 
without coating the roller with silicone oil. 

15 It should be noted that since the evaluation range is 

100 to 220*^0 (in Comparative Example 10, 100 to 200''C) , a 
toner described to have the upper limit of a fixing 
temperature of 220®C has a possibility of having a true 
upper limit of a fixing temperature which is higher than 

20 220°C. 

OHP transparency : By using the ed^ove-described fixing 
rollers, unfixed toner image in the form of OHP sheet was 
fixed under the conditions of a fixing rate of 30 mm/s and 
180°C, without coating silicone oil. Then, the 
25 transmittance was determined in a range of wavelength of 
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from 400 nm to 700 nm by means of a spectrophotometer (U- 
3210 produced by Hitachi Seisakusho K-K.). The difference 
between the transmit tance at the wavelength at which the 
highest transmittance was observed (maximum transmittance 
5 (%) ) and the transmittance at the wavelength at which the 
lowest trajasmittance was observed (minimum transmittance; 
(%) ) (maximum transmittance (%) - minimum transmittance 
(%) ) was employed as OHP transparency. 

Charged amount ; Torcer was charged into a non-magnetic 

10 one-component developing cartridge (Color Page Presto N4 
developing cartridge, manufactured by Casio Co., Ltd.), 
then rollers were revojlved for a predetermined period, 
thereafter, the toner /on the roller was sucked. An charged 
amount per xinit weighA: was determined from the charged 

15 amoxint (determined by Blowoff produced by Toshiba Chemical 
Corp.) and the weigl^t of the sucked toner. 

Blocking resistance : A 10 g amount of a toner for 
development was placed into a cylindrical container, then 
20 g of load was applied thereto, which was allowed to 

20 stand in a circumstance of SO^'C for 5 hours. Thereafter, 
the toner was taken out from the container and an 
agglomeration degree was confirmed by applying a load from 
the above thereto . 

A: Agglomeration was not observed 

25 B: Although agglomeration occurred, it was 
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broken by applying a light load. 



NG: Agglomeration was formed, which was not 



broken by applying a load. 




Tetrahvdrofuran insoluble matter; The determination 
of insoliible matters in tetrahydrof ursin of toner, primary 
polymer particles and particulate resin were effected as 
follows: A 1 g amount of a sample was added to 50 g of 
tetrahydrofuran, the resulting mixture was dissolved by 
allowing to stand at 25'*C for 24 hours, successively 
filtered with 10 g of Celite. The solvent of the filtrate 
was distilled off and an amoxuit of the matter soluble in 
tetrahydrofuran was quantitatively determined. The value 
obtained was subtracted from 1 g, whereby the amount 
insoluble in tetrahydrofuran was calculated. 

Melting point of wax; Determination was effected at a 
temperature elevation rate of lO^'C/min. using DSC-20 
produced by Seiko Instr\iments Inc. The temperature of the 
peak which shows maximum endotherm in DSC curve was 
employed as the melting point of wax. 
EXAMPLE 1 
(Wax dispersion 1) 

A 68.33 part\ amount of desalted water, 30 parts of 
7:3 mixture of an ester mixture mainly comprising behenyl 
behenate (Unister M23222SL, produced by NOF Corporation) and 
an ester mixture mainiDy comprising staryl starate (Unister 
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M9676, produced by NOF Cor^ration) and 1.67 parts of 
sodium dodecylbenzene,^ulf onate (Neogen SC, produced by 
Dai-ichi Kogyo Seiryaku Co., Ltd., 66% of active component) 
were mixed, thdn the resulting mixture was emulsified at 
5 90°C by applying high pressure shearing to obtain a 

dispersion of particulate ester wax. An average particle 
dicunexer of the particulate ester wax determined by LA- 500 
w^ 340 nm. 

(Primary polymer particle dispersion 1) 

10 Into a reactor (volume 60 liter, inner diameter 400 

mm) equipped with an agitator (three blades) , a heating 
condenser, a concentrating apparatus and an apparatus for 
charging starting materials and aiixiliaries were charged 
wax dispersion 1 2 8 parts, 15% aqueous solution of Neogen 

15 SC 1.2 parts and desalted water 393 parts, which were then 
heated to a temperature of 90**C in a flow of nitrogen. 
Successively, 8% aqueous hydrogen peroxide 1.6 parts and 8% 
aqueous ascorbic acid 1.6 parts were added thereto. 

Thereafter, to the mixture obtained a mixture of the 

20 following monomers and aqueous solution of emulsifier was 

added for 5 hours from the initiation of polymerization and 
aqueous polymerization initiator was added for 6 hours from 
the initiation of polymerization. The resulting reaction 
mixture was further kept for 3 0 minutes. 

25 [Monomers] 
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Styrene 79 parts (5530 g) 

Butyl acrylate 21 parts 

Acrylic acid 3 parts 

Octane thiol 0.3 8 part 

5 2-inercaptoethanol 0.01 part 

Hexanediol diacrylate .0.9 part 

[Aqueous solution o£ emulsifier] 

15% aqueous solution of Neogen SC 1 part 

Desalted water 25 parts 

10 [Aqueous polymerization initiator] 

8% aqueous hydrogen peroxide 9 parts 

8% aqueous ascorbic acid 9 parts 

After the completion of the polymerization reaction, 
the resulting product was cooled to obtain an opaque white 

15 polymer dispersion. The weight -average molecular weight of 
the soluble matter in THF of the polymer was 119,000, the 
average particle diconeter determined by UPA was 18 9 nm and 
Tg was 57°C. 

(Particulate resin dispersion 1) 

20 Into a reacpor (volume 60 liter, inner diameter 4 00 

mm) equipped withlan agitator (three blades), a heating 
condenser, a concentrating apparatus and aji apparatus for 
charging starting materials and avixiliaries were charged 
15% aqueous solution of Neogen SC 5 parts and desalted 

25 water 372 parts, which were then heated to a temperature of 
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SO^C in a flow of nitrogeja^ Successively, 8% aqueous 
hydrogen peroxide 1,6/parts cuid 8% aqueous ascorbic acid 
1.6 parts were ad^ied thereto. 

Thereafter, to the mixture obtained a mixture of the 
5 following monomers and aqueous solution of emulsifier was 

added for 5 hours from the initiation of polymerization and 
aqueous polymerization initiator was added for 6 hours from 
the initiation of polymerization. The resulting reaction 
mixture was further kept for 3 0 minutes. 
10 [Monomers] 

Styrene 88 parts (6160 g) 

Butyl acrylate 12 parts 

Acrylic acid 2 parts 

Bromotrichloromethane 0.5 part 

15 2 -mercaptoethanol 0.01 part 

Hexanediol diacrylate 0.4 part 

[Aqueous solution of emulsifier] 

15% aqueous solution of Neogen SC 2.5 parts 

Desalted water 24 parts 

20 [Aqueous polymerization initiator] 

8% aqueous hydrogen peroxide 9 parts 

8% aqueous ascorbic acid 9 parts 

After the completion of the polymerization reaction, 
the resulting product was cooled to obtain an opaque white 

25 polymer dispersion. The weight -average molecular weight of 
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the solxible matter in THF of the polymer was 54,000, the 
average particle diameter determined by UPA was 83 nm cuad 
Tg was SS'^C, 

(Particulate colorant dispersion 1) 
5 Aqueous dispersion of/pigment blue 15:3 (EP-700 Blue 

GA, produced by Dainichis^ika Color & Chemicals Mfg. Co., 
Ltd., solid content 3JB%) , an average particle disuneter 
determined by UPA /of 150 nm. 

(Particulate charge control agent diispersion 1) 
10 A 20 part amount of 4 , 4 ' -methylenebis [2 - [N- 

(4-chlorophenyl) amide] -3-hydroxynaphthalene] , 4 parts of 
alkylnaphthalene sulfonate and 7 6 parts of desalted water 
were dispersed by means of a sand grinder mill to obtain a 
particulate charge control agent dispersion. The resulting 
15 dispersion had an average particle diameter determined by 
UPA of 2 00 nm. 

Production of toner for development 1 
Primary polymer particle dispersion 1 

104 parts (71 g as solid content) 
20 Particulate resin dispersion 1 

6 parts (as solid content) 
Particulate colorant dispersion 1 

6.7 parts (as solid content) 
Particulate charge control agent dispersion 1 
25 2 parts (as solid content) 
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which were uniformly 
dispersion was added 
also unifomily mixed 
as solid content) was 
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Aqueous solution of 15% Neogen SC 

0.5 part (as solid content) 
By using the above-described respective components, 
toner was produced according to the following manner. 

To a reactor (Volume 1 liter, an anchor blade 
equipped with a baffi.e) were charged primary polymer 
particle dispersion cind aqueous solution of 15% Neogen SC, 

mixed. Then particulate colorant 
to the resulting mixture, which were 
Aqueous aluminim sulfate (0.6 part 
dropwise added to the mixed 
dispersion thus obtaihed with stirring. Thereafter, with 
stirring, the mixed dispersion obtained was heated to 51°C, 
which took 2 0 minutes,! and the mixed dispersion was kept at 
that temperature for 11 hour, further heated to 58°C for 6 
minutes, where it was kept for 1 hour. Thereafter, 
particulate charge control agent dispersion, particulate 
resin dispersion and aqueous aluminum sulfate (0.07 part as 
the solid content) were Isuccessively added, which were 
heated to SO°C for 10 minutes. After keeping the resulting 
mixture for 3 0 minutes, i5%aqueous solution of Neogen SC (3 
parts as solid content) was added thereto. The resulting 
mixture was heated to 95°c\ for 3 5 minutes where the mixture 
was kept for 3.5 hours. Successively, the mixture obtained 
was cooled, filtered, washed with water, and then dried to 
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obtain y^^^oner (toner 1). 

To 100 parts of the toner thus obtained was mixed 0.6 
part of silica having been subjected to hydrophobic surface 
treatment with stirring to obtain a toner for development 
5 (toner for development 1) . 
Evaluation of toner 1 

The toner for development obtained had a volume- 
average particle diameter determined by Coulter Counter of 
7.2 |jm. In the resulting toner, the portion having a 

10 volxime particle diameter of 5 )im or less was 3.5%. While 
the portion having a volume particle diameter of 15 |im or 
more was 0.5%. The ratio of the volume -average particle 
diameter and the number -average particle diconeter was 1.12. 
50% circular degree of thel toner was 0.97. 

15 The fixability of toner for development 1 was 

evaluated. As the result, at a fixing rate of 12 0 mm/s, 
the toner was fixed at a temperature of from 17 0®C to 
220®C, and at a fixing rate of 30 mm/s, the toner was fixed 
at a temperature of from 13 0°C to 22 0°C. OHP transparency 

20 was 7 0%. 

The charged amount of toner 1 was -7 |aC/g and the charged 
amount of toner for development 1 was -15 (iC/g. The 
blocking resistance was A. 

The toner was cut out to have a thickness of 80 nm 
25 and photographed by a transmission type electron microscope 
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(TEM) . In Fig. 7 is shown a TEM photograph of the cross 
section of the resulting toner. An analytical technician 
of electron microscope judged the portion corresponding to 
the particulate wax on the basis of light and shade of the 
5 resulting photograph (pale portion in the photograph) and 
determined the region thereof. 

Regarding the region decided to be the part 
corresponding to the particulate wax, the number and the 
area of the particles of the particulate wax were 
10 calculated by an image processing apparatus, and regarding 
respective particles, the diameter of the same in the case 
where the particle was assumed to have a circular form was 
calculated on the basis of the calculated area (This is the 
particle diameter of the particulate wax observed in the 



15 cross section of the toner) , and further the nxjmber- average 



particle diameter and the half value width were determined. 
In Fig. 8 and Fig. 9, are shown graphs showing the 
distribution of the number -average particle diameter. The 
solid line represents the distribution of the toner 

20 obtained in Example 1 . 

The number -average particle diameter was 92 nm and 
the half value width of the same was 43 nm. While in the 
region of the depth of 0.1 |jm from the toner surface, the 
existence ratio of the particulate wax having a particle 

25 dicuneter of 0.01 pm or more (area ratio) was 0%. The 
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existence ratio of the particulate wax having a particle 
diameter of 0.01 jam or more (area ratio) in the other part 
was 4.5%. 
EXAMPLE 2 
5 (Wax dispersion 2) 

Dispersion prepared as in wax dispersion 1 was used. 
An average particle diameter of the particulate ester wax 
obtained determined by LA-500 was 340 nm. 
(Primary polymer particle dispersion 2) • 
10 Into a reactor (volvime 60 liter, inner diconeter 400 

mm) equipped with an\agitator (three blades) , a heating 
condenser, a concentrating apparatus and an apparatus for 

1 charging starting materi^als and auxiliaries were charged 
wax dispersion 1 28 parts^ 15% aqueous solution of Neogen 

15 SC 1.2 parts and desalted water 393 parts, which were then 
heated to a temperature of \9 0**C in a flow of nitrogen. 
Successively, 8% aqueous hydrogen peroxide 1.6 parts and 8% 
aqueous ascorbic acid 1.6 par^^s were added thereto. 

Thereafter, to the mixture obtained a mixture of the 

20 following monomers and aqueous solution of emulsif ier was 

added for 5 hours from the initiation of polymerization and 
aqueous polymerization initiator was added for 6 hours from 
the initiation of polymerization. The resulting reaction 
mixture was further kept for 3 0 minutes. 

2 5 [ Monome r s ] 
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Styrene 79 parts 

Butyl acrylate 21 parts 

Acrylic acid 3 parts 

Bromotrichloromethane 0.45 part 

5 2-itiercaptoethanol 0,01 part 

Hexanediol diacrylate 0 . 9 part 

[Aqueous solution of emulsifier] 
"fb 15% ^^aqu^'^us^olutioii^^o^ SC l^^X^ctrC 

Desalted water 25 parts 

10 [Aq[ueous polymerization initiator] 

8% aqueous hydrogen peroxide 9 parts 

8% aqueous ascorbic acid 9 parts 

After the completion of the polymerization reaction, 
the resulting product was cooled to obtain an opaque white 
15 polymer dispersion. The weight -average molecular weight of 
the soluble matter in THF of the polymer was 148,000, the 
average particle diameter determined by UPA was 2 07 nm and 
Tg was 55*^0. 

(Particulate resin dispersion 2) 
20 The same particulate resin dispersion as particulate 

resin dispersion 1 was used. 

(Particulate colorant dispersion 2) 

A 20 part amount of pigment yellow 74, 7 parts of 
polyoxyethylenealkylphenyl ether and 73 parts of desalted 
25 water were dispersed by means of a sand grinder mill to 
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obtain a particulate colorant dispersion. The resulting 
dispersion had an average particle diameter determined by 
UPA of 211 nm. 

(Particulate charge control agent dispersion 2) 
5 The same particulate charge control agent dispersion 

as particulate charge control agent dispersion 1 was used. 
Production of toner for development 2 
Primary polymer particle dispersion 2 

105 parts (as solid content) 
10 Particulate resin dispersion 1 

5 parts (as solid content) 
Particulate colorant dispersion 2 

6.7 parts (as solid content) 
Particulate charge control agent dispersion 1 
15 2 parts (as solid content) 

By using the above-described respective components, 
toner was produced according to the following manner. 

To a reactor (volWe 1 liter, an anchor blade 
equipped with a baffle)! were charged primary polymer 
20 particle dispersion and iparticulate colorant dispersion, 

which were vmiformly mixed. Aqueous aluminum sulfate (0.6 
part as solid content) was dropwise added to the mixed 
dispersion thus obtained with stirring. Thereafter, with 
stirring, the mixed dispersion obtained was heated to 51°C, 
25 which took 2 5 minutes, and \the mixed dispersion was kept at 
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that temperature for 1 hour, further he'ated to 59°C for 8 
minutes, where it was kept for 40 minutes. Thereafter, 
particulate charge control agent/aspersion, particulate 
resin dispersion and aqueous aluminum sulfate (0.07 part as 
5 the solid content) were successively added, which were 

heated to 61*^C for 15 minutes. After keeping the resulting 
mixture for 3 0 minutes/l5%ac[ueous solution of Neogen SC 
(3,8 parts as solidycontent ) was added thereto. The 
resulting mixture^as heated to 96°C for 3 0 minutes where 

10 the mixture was /kept for 4 hours. Successively, the 

mixture obtained was cooled, filtered, washed with water, 
and then dried to obtain a toner (toner 2) . To 10 0 parts 
of this ton4r thus obtained was mixed 0.6 part of silica 
having been subjected to hydrophobic surface treatment with 

15 stirring/ to obtain a toner for development (toner for 
develojOTient 2) . 
Evaluation of toner 2 

Toner for development 2 obtained had a volume -average 
particle diameter determaned by Coulter Counter of 7.5 )-im. 

20 In the resulting toner,/ the portion having a volume 

particle diameter of 5/ )im or less was 1.6%. While the 
portion having a volxime particle dieaneter of 15 ^m or more 
was 0.7%. The ratio /of the volume -average particle 
diameter and the number -average particle diameter was 1.14. 

25 50% circular degree /of the toner was 0.96. 
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The fixaJDility of toner for development 2 was 
evaluated. As the result, at a fixing rate of 120 mm/B, 
the toner was fixed at a temperature of from 150°C to 
22 0*^0, and at a fixing rate of 30 mm/s, the toner was fixed 
at a temperature of from 130°C to 22 0®C* 

The charged amount of toner 2 was -4 |iC/g and the 
charged amo\int of toner for development 2 was -3 fiC/g. 
EXAMPLE 3 
(Wax dispersion 3) 

The same wax dispersion as wax dispersion 1 was used. 
(Primary polymer particle dispersion 3) 

The same primary polymer particle dispersion as 
primary polymer particle dispersion 1 was used. 
(Particulate resin dispersion 3) 

The same particulate resin dispersion as particulate 
resin dispersion 1 was used. 
(Particulate colorant dispersion 3) 

A 20 part amount of pigment red 23 8 (compound of the 
following formula (A)), 2.5 parts of alkylbenzene sulfonate 
cuid 77.5 parts of desalted water were dispersed by means of 
a sand grinder mill to obtain a particulate colorant 
dispersion. The resulting dispersion had an average 
particle dicuneter determined by UFA of 181 nm. 



70 




(Particulate charge control agent dispersion 3) 

The same particulate charge control agent dispersion 
as particulate charge control agent dispersion 1 was used. 
5 Production of toner for development 3 

Primary polymer particle dispersion 1 

104 parts (as solid content) 
Particulate resin dispersion 1 

6 parts (as solid content) 
10 Particulate colorant dispersion 3 

6.7 parts (as solid content) 
Particulate charge control agent dispersion 1 

2 parts (as solid content) 
fs soljLttxojK^f N^ogejx^^'^C^ 
15 0.65 part (as solid content) 

By using the above-described respective components, 
toner was produced according to the following manner. 

To a reactor Yvolxime 1 liter, an anchor blade 
equipped with a baffle) were charged primary polymer 
20 particle dispersion and 15% aqueous solution of Neogen SC, 
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which were iinifonnly mixed. Further, particixZate colorant 
dispersion was added thereto cuid the resulting mixed 
dispersion was uniformly mixed, Acjueous/aluminum sulfate 
(0,8 part as solid content) was dropwyse added to the mixed 
5 dispersion thus obtained with stirring. Thereafter, with 
stirring, the mixed dispersion obtained was heated to 51*^0, 
which took 15 minutes, and the mifxed dispersion was kept at 
that temperature for 1 hour, fuxther heated to 5 9°C for 6 
minutes, where it was kept for 20 minutes. Thereafter, 

10 particulate charge control agent dispersion, particulate 

resin dispersion and aqueous aliiminum sulfate (0.09 part as 
the solid content) were successively added, which were 
heated to 59**C and kept At that temperature for 20 minutes. 
Then, 15% aqueous solution of Neogen SC (3,7 parts as solid 

15 content) was added thj&reto. The resulting mixture was 
heated to 95*^C for 2S minutes and further 15% aqueous 
solution of Neogen ySC (0.7 part as solid content) was 
added, which were /kept for 3.5 hours. Successively, the 
mixture obtained/was cooled, filtered, washed with water, 

20 and then dried tb obtain a toner (toner 3) . 

To 100 parts of toner 3 thus obtained was mixed 0.6 
part of silica having been subjected to hydrophobic surface 
treatment with stirring to obtain a toner for development 
(toner for development 3) . 
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Evaluation of toner 3 

The toner for development/obtained had a volume - 
average particle diameter determined by Coulter Counter of 
7.8 |jm. In the resulting/toner, the portion having a 
5 volume particle diameti^ of 5 |am or less was 2.1%. While 
the portion having a^ volxme particle diameter of 15 |jm or 
more was 2.1%. The ratio of the volume -average particle 
dicuneter and the^ number -average particle diameter was 1.15. 
50% circular (^gree of the toner was 0.97. 

10 The fixability of toner for development 3 was 

evaluated. As the result, at a fixing rate of 12 0 mm/s, 
the toner was fixed at a temperature of from 160°C to 
220°C, and at a fixing rate of 30 mm/s, the toner was fixed 
at a temperature of from 120°C to 22 0'*C. 

15 The charged amovint of toner 3 was -17 \iC/g and the 

charged amount of toner for development 3 was -17 |iC/g. 
EXAMPLE 4 
(Wouc dispersion 4) 

A 68.33 cunount of\ desalted water, 30 parts of stearic 

20 acid ester of pentaerythWitol (Unister H476, produced by 
NOF Corporation) and 1.6*7 parts of Neogen SC were mixed, 
then the resulting mixture was emulsified at 90**C by 
applying high pressure shearing to obtain a particulate 
ester wax dispersion. An average particle diameter of the 

25 particulate ester wax obtained determined by LA- 500 was 350 
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(Primary polymer particle dispersion 4) 

Into a reactor (volxime 2 liter, inner diameter 120 
mm) equipped with aj:i agitator (full zone blade) , a heating 
5 condenser, a concentrating apparatus and an apparatus for 
charging starting materials and aiixiliaries were charged 
wax dispersion 4 3 5 parts and desalted water 3 97 parts, 
which were then heated to a temperature of 9 0°C in a flow 
of nitrogen. Successively, 8% aqueous hydrogen peroxide 
10 1.6 parts and 8% aqueous ascorbic acid 1.6 parts were added 
thereto. 

Thereafter, to the mixture obtained a mixture of the 
following monomers and aqueous solution of emulsifier was 
added for 5 hours from the initiation of polymerization and 
15 aqueous polymerization initiator was added for 6 hours from 
the initiation of polymerization. The resulting reaction 
mixture was further kept for 3 0 minutes. 
[Monomers] 

Styrene 7 9 parts 

20 (237 g) 

Butyl acrylate 21 parts 

Acrylic acid 3 parts 

Octcuie thiol 0.3 8 part 

2 -mercaptoethanol 0.01 part 

25 Hexanediol diacrylate 0 . 9 part 
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Desalted water 2 5 parts 

[Aqueous polymerization initiator] 
5 8% aqueous hydrogen peroxide 9 parts 

8% aqueous ascorbic acid 9 parts 

After the completion of the polymerization reaction, 
the resulting product was cooled to obtain an opaque white 
polymer dispersion. The weight -average molecular weight of 
10 the soluble matter in THF of the polymer was 139,000, the 
average particle diameter determined by UPA was 2 01 nm and 
Tg was not clear. 

(Particulate resin dispersion 4) 

Into a reactor (volume 2 liter, inner diameter 120 
15 mm) equipped with an agitator (three backward blades) , a 
heating condenser, a concentrating apparatus and an 
apparatus for charging starting materials and auxiliaries 
were charged 15% aqueous scxLution of Neogen SC 6 parts and 
desalted water 372 parts, wnich were then heated to a 
20 temperature of 90°C in a flow of nitrogen. Successively, 
8% aqueous hydrogen peroxide Vl . 6 parts and 8% aqueous 
ascorbic acid 1.6 parts were added thereto. 

Thereafter, to the mixture obtained a mixture of the 
following monomers and aqueous solution of emulsifier was 
25 added for 5 hours from the initiation of polymerization and 
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aqueous polymerization initiator was added for 6 hours from 
the initiation of polymerization. The resulting reaction 
mixture was further kept for 3 0 minutes. 
[Monomers] 

5 Styrene 88 parts (308 g) 

Butyl acrylate 12 parts 

Acrylic acid 2 parts 

Bromotrichloromethane 0 . 5 part 

2 -mercaptoethanol 0,01 part 

10 Hexanediol diacrylate 0.4 part 

[Aqueous solution of emulsifier] 

Desalted water 23 parts 

[Aqueous polymerization initiator] 
15 8% aqueous hydrogen peroxide 9 parts 

8% aqueous ascorbic acid 9 parts 

After the completion of the polymerization reaction, 

the resulting product was cooled to obtain an opaque white 

polymer dispersion. The weight -average molecular weight of 
20 the solxible matter in THF of the polymer was 57,000, the 

average particle diameter determined by UPA was 5 6 nm and 

Tg was 84°C. 

(Particulate colorant dispersion 4) 

The same particulate colorant dispersion as 
25 particulate colorant dispersion 1 was used. 
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(Particulate charge control agent dispersion 4) 

The same particulate charge control agent dispersion 
as particulate charge control agent dispersion 1 was used. 
Production of toner for development 4 
5 Primary polymer particle dispersion 4 

105 parts (71 g as solid content) 
Particulate resin dispersion 4 

5 parts (as solid content) 
Particulate colorant dispersion 1 
10 6.7 parts (as solid 

content) 

Particulate charge control agent dispersion 1 

2 parts (as solid content) 

15 0.5 parts (as solid content) 

By using the above -described respective components, 
toner was produced according to the following manner. 

To a reactor flvolume 1 liter, an anchor blade 
ec[uipped with a baffle) were charged primary polymer 

20 particle dispersion land aqueous solution of 15% Neogen SC, 
which were uniformly! mixed . Then particulate colorant 
dispersion was added! to the resulting mixture, then the 
resulting mixture was uniformly mixed. Aqueous aluminxom 
sulfate (0.53 part as\ solid content) was dropwise added to 

25 the mixed dispersion vp,u3 obtained with stirring. 
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Thereafter, with stirring, the mioced dispersion obtained 
was heated to 50°C for 25 miputes, and kept at that 
temperature for 1 hour, farther heated to 63°C for 35 
minutes and kept for ZO minutes. Thereafter, particulate 
charge control agent dispersion, particulate resin 
dispersion and aaueous aluminum sulfate (0.07 part as solid 
content) were Successively added, which were heated to 65°C 
for 10 minutj^s. After keeping the resulting mixture for 3 0 
minutes, l^%aqueous solution of Neogen SC (3 parts as solid 
10 content) /was added thereto. The resulting mixture was 
heated /to 96°C for 30 minutes and kept for 5 hours. 
Successively, the mixture obtained was cooled, filtered, 
washed with water, and then dried to obtain a toner (toner 
4/. 

15 To 100 parts of the toner thus obtained was mixed 0.6 

parts of silica having been subjected to hydrophobic 
surface treatment with stirring to obtain a toner for 
development (toner for development 4) . 
Evaluation of toner 4 
20 Toner for development 4 obtained had a volume -average 

particle diameter determined by Coulter Counter of 7.9 }jm. 

the portion having a volume 
particle diameter of 5 l|im or less was 2%. While the 
portion having a volume! particle diameter of 15 |im or more 
25 was 1.5%. The ratio of the volume -average particle 



In the resulting toner 
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diameter and the niombers- average particle diameter was 1.20. 
50% circular degree of tl^e toner was 0.95. 

The fixability of toner for development 4 was 
evaluated. As the result, at a fixing rate of 12 0 mm/s, 
the toner was fixed at a temperature of from 17 0*^C to 
220°C, and at a fixing rate of 30 mm/s, the toner was fixed 
at a ^temperature of from 130**C to 220°C. OHP transparency 
was 70%. 

The charged amount of toner 4 was -9 |aC/g and the 
charged amount of toner for development 4 was -15 |iC/g. 
The blocking resistance was A. 
EXAMPLE 5 
(Wcuc dispersion 5) 

A 68.33 amount of desalted water, 30 parts of 7:3 
mixture of an ester mixtu^?4 mainly comprising behenyl 
behenate (Unister M2222/SL, produced by NOF Corporation) and 
polyester wax (Mw=ab^t 1000) and 1.67 parts of Neogen SC 
were mixed, then the resulting mixture was emulsified at 
90^C by applying/high pressure shearing to obtain a 
dispersion of ^particulate ester wax. An average particle 
diameter of >^he particulate ester wax obtained determined 
by IiA-500 >^as 490 nm. 

(Primary polymer particle dispersion 5) 

Into a reactorX (volume 2 liter, inner diameter 120 
mm) equipped with an agitator (full zone blade) , a heating 
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condenser, a concentrating apparat>is and an apparatus for 
charging starting materials and'^axixiliaries were charged 
wax dispersion 5 2 8 parts, ^15% aqueous solution of Neogen 
SC 1.2 parts and desalt;^ water 3 93 parts, which were then 
heated to a temperature of 90°C in a flow of nitrogen. 
Successively, 8% aqueous hydrogen peroxide 1 . 6 parts and 8% 
aqueous ascorbic acid 1.6 parts were added thereto. 

Thereafter, to the mixture obtained a mixture of the 
following monomers and aqueous solution of emulsifier was 
10 added for 5 hours from the initiation of polymerization and 
aqueous polymerization initiator was added for 6 hours from 
the initiation of polymerization. The resulting reaction 
mixture was further kept for 3 0 minutes. 
[Monomers] 

15 Styrene 7 9 parts 

Butyl acrylate 21 parts 

Acrylic acid 3 parts 

Bromotrichloromethane 0.5 part 

2 -mercaptoethanol 0.01 part 

20 HexcUiediol diacrylate 0 . 9 part 

[Aqueous solution of emulsifier] 

^^qii^T5i5\^ol\it^i^ ^^\_ \^ ^It^^V 

Desalted water 25 parts 

[Aqueous polymerization initiator] 

25 8% aqueous hydrogen peroxide 9 parts 
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8% aqueous ascorbic acid 9 parts 

After the completion of the polymerization reaction, 
the resulting product was cooled to obtain an opaque white 
polymer dispersion* The weight -average molecular weight of 
the soluble matter in THF of the polymer was 117,000, the 
average particle diameter determined by UPA was 201 nm and 
Tg was SS^'C. 

(Particulate resin dispersion 5) 

The same particulate resin dispersion as particulate 
resin dispersion 4 was used. 
(Particulate colorant dispersion 5) 

The same particulate colorant dispersion as 
particulate colorant dispersion 1 was used. 
(Particulate charge control agent dispersion 5) 

The same particulate charge control agent dispersion 
as particulate charge control agent dispersion 1 was used. 
Production of toner for development 5 
Primary polymer particle dispersion 5 

104 parts (as solid content) 
Particulate resin dispersion 4 

6 parts (as solid content) 
Particulate colorant dispersion 1 

6.7 parts (as solid content) 
Particulate charge control agent dispersion 1 

2 parts (as solid content) 
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0.5 part (as solid content) 
By using the above -described respective components, 
toner was produced according to the following manner. 
5 To a reactor (volume 1 liter^^^ anchor blade 

equipped with a baffle) were charaed primary polymer 
particle dispersion and aqueous /solution of 15% Neogen SCj 
which were uniformly mixed, ^hen particulate colorant 
dispersion was added to the resulting mixture, and 
, vi 10 tiniformly mixed. Aqueous aluminvim sulfate (0.52 part as 
^ solid content) was dropwi>ke added to the mixed dispersion 

thus obtained with stirring. Thereafter, with stirring, 
the mixed dispersion obtained was heated to 50°C for 20 
minutes, and kept at /that temperature for 1 hour, further 
15 heated to 66®C for 4a) minutes, and kept for 10 minutes. 

Thereafter, particulate charge control agent dispersion, 
particulate resin dispersion and aqueous alximinum sulfate 
(0.08 part as solid content) were successively added, which 
were heated to 68°C for 10 minutes. After keeping the 
20 resulting mixture for 3 0 minutes, 15%aqueous solution of 
Neogen SC (3 parts as solid content) was added thereto. 
The resulting mixture was heated to 96^C for 2 0 minutes and 
kept tor L.S hours. Successively, the mixture obtained was 
cooled, /filtered, washed with water, and then dried to 
25 obtain /a toner (toner 5) . 
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To 100 parts of the toner thus obtained was mixed 0.6 
parts of silica having been subjected to hydrophobic 
surface treatment with stirring to obtain a toner for 
development (toner for development 5) . 
5 Evaluation of toner 5 

The toner for developme^ obtained had a volume - 
average particle diameter determined by Coulter Counter of 
8.2 |jm. In the resulting toner, the portion having a 
volume particle dicuneTCr of 5 ^uri or less was 0.7%. While 
10 the portion having jL volume particle diameter of 15 |am or 
more was 1.6%. T^e ratio of the volume -average particle 
diameter and tha number -average particle diameter was 1.14. 
50% circular pegree of the toner was 0.95. 

The fixability of toner for development 5 was 
15 evaluated. As the result, at a fixing rate of 120 mm/s, 
the toner was fixed at a temperature of from 17 0°C to 
220^C, and at a fixing rate of 30 mm/s, the toner was fixed 
at a temperature of from 12 0°C to 2 0 0°C. 

The charged amount of toner 5 was -3 . 5 |J.C/g and the 
20 charged amount of toner for development 5 was -21 fiC/g. 
EXAMPLE 6 
(Wcuc dispersion 6) 

A 68.33 amount of desalted water, 30 parts of an 
ester mixture mainly comprising behenyl behenate (Unister 
25 M2222SL, produced by NOF Corporation) and 1.67 parts of 
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Neogen SC were mioced/^then the resulting mixture was 
emulsified at 90°C by applying high pressure shearing to 
obtain ^^i^ester wax dispersion. An average particle 
diconeter of the ester wax obtained determined by LA- 50 0 was 
5 34(/nm. 

(Primary polymer particle dispersion 6) 

Into a reactor (volume 3 liter, inner diameter 150 
mm) equipped with an agitator (three backward blades) , a 
heating condenser, a concentrating apparatus and an 
10 apparatus for charging starting materials and auxiliaries 
were charged weix dispersion 6 35 parts and desalted water 
3 96 parts, which were then heated to a temperature of 90°C 
in a flow of nitrogen. Successively, 8% aqueous hydrogen 
peroxide 1.6 parts and 8% aqueous ascorbic acid 1.6 parts 
15 were added thereto . 

Thereafter, to the mixture obtained a mixture of the 
following monomers and aqueous solution of emulsifier was 
added for 5 hours from the initiation of polymerization and 
aqueous polymerization initiator was added for 6 hours from 
20 the initiation of polymerization. The resulting reaction 
mixture was further kept for 30 minutes. 
[Monomers] 

Styrene 7 9 parts 

Butyl acrylate y 21 parts 

25 Acrylic acid 3 parts 
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Octane thiol 



0.3 8 part 



2 -mercaptoethanol 



0.01 part 



Hexanediol diacrylate 



0.7 part 



[Aqueous solution of emulsifier] 




Desalted water 



25 parts 



[Aqueous polymerization initiator] 



8% aqueous hydrogen peroxide 



9 parts 



8% aqueous ascorbic acid 



9 parts 



After the completion of the polymerization reaction, 
the resulting product was cooled to obtain an opaque white 
polymer dispersion. The weight -average molecular weight of 
the solxible matter in THF of the polymer was 127, 000, the 
average particle diameter determined by UPA was 2 01 nm and 
Tg was 55^C. 

(Particulate resin dispersion 6) 

Into a reaitor (volxame 2 liter, inner diameter 120 
mm) equipped witn an agitator (three backward blades), a 
heating condenserl a concentrating apparatus and an 
apparatus for changing starting materials and auxiliaries 
were charged 15% aqueous solution of Neogen SC 4.3 parts 
and desalted water 137 6 parts, which were then heated to a 
temperature of 90°c\in a flow of nitrogen. Successively, 
8% aqueous hydrogen peroxide 1.6 parts and 8% acjueous 
ascorbic acid 1.6 par\s were added thereto. 
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Thereafter, to the mixture obtained a mixture of the 
following monomers and aqueous solution of emulsifier was 
added for 5 hours from the initiation of polymerization and 
aqueous polymerization initiator was added for 6 hours from 
the initiation of polymerization. The resulting reaction 
mixture was further kept for 3 0 minutes. 
[Monomers] 



Styrene 

Butyl acrylate 
Acrylic acid 
Bromotrichlorome thane 
2 -mere ap toe thanol 
Divinyl benzene 

[Aqueous solution of emulsifier] 
_a^ueous_-.soja3riri^nr-xrf...jje^ 



88 parts 
12 parts 

3 parts 
0.5 part 
0.01 part 
0.4 part 

24 parts 
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Desalted water 
[Aqueous polymerization initiator] 

8% aqueous hydrogen peroxide 9 parts 

8% aqueous ascorbic acid 9 parts 

After the completion of the polymerization reaction, 
the resulting product was cooled to obtain an opaque white 
polymer dispersion. The weight -average molecular weight of 
the soluble matter in THF of the polymer was 111,000, the 
average particle diameter determined by UPA was 121 nm and 
Tg was 86°C. 
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(Particulate colorsuat dispersion 6) 

A 20 part amount of pigment red 48:2 (compound 
represented by the following formula (B) ) , 4 parts of 
polyoxy ethylene alkylphenyl ether and 76 parts of desalted 
water were dispersed by means of a sand grinder mill to 
obtain a particulate colorant dispersion. The resulting 
dispersion had an average particle diameter determined by 
UPA of 201 nm. 



(Particulate charge control agent dispersion 6) 

The same particulate charge control agent dispersion 
as particulate charge control agent dispersion 1 was used. 
Production of toner for development 6 
Primary polymer particle dispersion 6 




CI 



99 parts (as solid content) 



Particulate resin dispersion 6 



11 parts (as solid content) 



Particulate colorant dispersion 6 
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6.7 parts (as solid content) 
Particulate charge control agent dispersion 1 

2 parts (as solid content) 

— Aqu$oua---solrtt^don>-<5T"^^ 

0.27 part (as solid content) 
By using the above-described respective components, 
toner was produced according to the following manner. 

To a reactor (volume 1 liter, an anchor blade 
equipped with a UDaf f le) were charged primary polymer 
particle dispersion and aqueous solution of 15% Neogen SC, 
which were uniforWly mixed. Then particulate colorant 
dispersion was added to the resulting mixture, and 
uniformly mixed. Aqueous alximinum sulfate (0.52 part as 
solid content) was \added to the mixed dispersion thus 
obtained with stirring. Thereafter, with stirring, the 
mixed dispersion obtained was heated to 55°C for 3 0 
minutes, and kept at \that temperature for 1 hour, further 
heated to 61°C for 2 0 Iminutes, and kept for 15 minutes. 
Thereafter, particulate charge control agent dispersion, 
particulate resin dispersion and aqueous aluminiim sulfate 
(0.08 part as solid conttent) were successively added, which 
were heated to 63**C for VO minutes. After keeping the 
resulting mixture for 3 0 minutes, 15%aqueous solution of 
Neogen SC (3 parts as solid content) was added thereto. 

V 




The resulting mixture was^k^ted to 96°C for 3 0 minutes and 
kept for 1 hour. Sujxfessively , the mixture obtained was 
cooled, filtered/^ washed with water, and then dried to 
obtain a tong^ (toner 6) . 

To 100 parts of the toner thus obtained was mixed 0.6 
part of silica having been subjected to hydrophobic surface 
treatment with stirring to obtain a toner for development 
(toner for development 6) . 
Evaluation of toner 6 

Toner for development 6 obtained had a volume -average 
particle diameter determined yoy Coulter Cotinter of 7,8 ^m. 
In the resulting toner, the portion having a volume 
particle diameter of 5 urn or less was 1,3%, While the 
portion having a volume particle diameter of 15 jam or more 
was 2.8%. The ratio of the volume -average particle 
diameter and the /number -average particle diameter was 1.15. 
50% circular d^ree of the toner was 0.98. 

The fixability of toner for development 6 was 
evaluated. As the result, at a fixing rate of 120 mm/s, 
the toner was fixed at a temperature of from 16 0°C to 
210°C, and at a fixing rate of 30 mm/s, the toner was fixed 
at a temperature of from 12 0°C to 190^C. 

The charged amoiint of toner 6 was -15 jiC/g and the 
charged amount of toner for development 6 was -28 jaC/g. 
COMPARATIVE EXAMPLE 7 (Example wherein coating with 
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particulate resin is not effected.) 
(Wax dispersion 7) 

The ssune wax dispersion as wax dispersion 6 was used. 
(Primary polymer particle dispersion 7) 
5 The same primary polymer particle dispersion as 

primary polymer particle dispersion 6 was used* 
(Particulate colorant dispersion 7) 

The same particulate colorant dispersion as 
particulate colorant dispersion 6 was used. 
10 (Particulate charge control agent dispersion 7) 

The same particulate charge control agent dispersion 
as particulate charge control agent dispersion 1 was used. 
Production of toner for development 7 
Primary polymer particle dispersion 6 
15 110 parts (as solid content) 

Particulate colorant dispersion 6 

6.7 parts (as solid content) 
Particulate charge control agent dispersion 1 

2 parts (as solid content) 

^'-A<jiie*ou^--soJai^tiroi^ 

0.5 part (as solid content) 
By using the above-described respective components, 
toner was produced according to the following manner. 
. To a reactor \(vol\jme 1 liter, cin anchor blade 



25 equipped with a baffle) were charged primary polymer 
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particle dispersion and aqueous solution o£^15% Neogen SC, 
which were uniformly mixed* Then parti^cEulate colorant 
dispersion was added to the resulting mixture, and 
uniformly mixed. Aqueous aluminum sulfate (0.6 part as 
solid content) was added to^^l>6 mixture dispersion thus 
obtained with stirring. Thereafter, with stirring, the 
mixed dispersion obtained was heated to 55°C for 30 
minutes, and kept at/^iiat temperature for 1 hour, further 
heated to 62^*0 for/^0 minutes, and kept for 10 minutes. 
Thereafter, par^^i^culate charge control agent dispersion was 
added and th^ kept at 62°C for 30 minutes. Successively, 
15% aqueou^-^ solution of Neogen SC (3 parts as solid 
contentjf^ /was added thereto. The resulting mixture was 
heat^ /to SS'^C for 3 5 minutes, and kept for 1.5 hours. 
Si^ceBsively, the mixture obtained was cooled, filtered, 
^wasiied with water, and then dried to obtain a toner (toner 



To 100 parts of the toner thus obtained was mixed 0.6 
parts of silica having been subjected to hydrophobic 
20 surface treatment with stirring to obtain a toner for 
development (toner for development 7) . 
Evaluation of toner 7 

Toner for de-Orelopment 7 obtained had a volume -average 
particle diameter determined by Coulter Cotinter of 7.3 |im. 
25 In the resulting toner, the portion having a volume 
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particle diameter of 5 |Jin or less was 3.1%. While the 
portion having a volume particle diameter of 15 jam or more 
was 0.5%. The ratio of the volume -average particle 
diameter and the number -average particle diameter was 1.14. 
50% circular degree of the toner was 0.98. 

The fixability of toner for development 7 was 
evaluated. As the result, at a fixing rate of 12 0 mm/s, 
the toner was fixed at a temperature of from 150°C to 
220°C, and at a fixing rate of 30 mm/s, the toner was fixed 
at a temperature of from 110^*0 to 180°C. 

The charged amount of toner 7 was -3 (J-C/g and the 
charged amount of toner for development 7 was -14 M-C/g. 
EXAMPLE 8 2000-182606 Example 1 

(Wax dispersion 8 ) 

The wax dispersion prepared according to the same 
manner as that of wax dispersion 6 was used. The average 
particle diameter of the same determined by LA- 500 was 340 
nm. 

(Primary polymer particle dispersion 8) 

The primary polymer particle dispersion 8 was 

prepared using the same formulation and procedure as those 

of primary polymer particle dispersion 6 . 

After the completion of the polymerization reaction, 

the resulting product was cooled to obtain an opaque white 

polymer dispersion. The weight -average molecular weight of 
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the soluble matter in THF of the polymer was 98,000, the 
average particle diameter determined by UFA was 188 nm and 
Tg was 57°C. 

(Particulate resin dispersion 8) 

The same particulate resin dispersion as particulate 
resin dispersion 6 was used. 
(Particulate colorant dispersion 8) 

The same particulate colorant dispersion as 
particulate colorant dispersion 1 was used. 
(Particulate charge control agent dispersion 8) 

The ssane particulate charge control agent dispersion 
as particulate charge control agent dispersion 1 was used. 
Production of toner for development 8 
Primary polymer particle dispersion 8 

99 parts (as solid content) 
Particulate resin dispersion 6 

11 parts (as solid content) 
Particulate colorant dispersion 1 

6.7 parts (as solid content) 
Particulate charge control agent dispersion 1 

2 parts (as solid content) 
/r5%--a4ji^^olIB"--solAttion--oJ-'^N^ 

0.5 part (as solid content) 
By using the above-described respective components, 
toner was produced according to the following majaner. 
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To a reactor (volmne 1 liter, an/anchor blade 
equipped with a baffle) were charged primary polymer 
particle dispersion and 15% aqu^^us/^solution of Neogen SC, 
which were xiniformly mixed. Furt'her, particulate colorant 
dispersion was added thereto aJid the resulting mixed 
dispersion was uniformly mixed. Aqueous aluminum sulfate 
(0.6 part as solid content/ was dropwise added to the mixed 
dispersion thus obtainedyWith stirring. Thereafter, with 
stirring, the mixed dispersion obtained was heated to 55°C 
for 20 minutes, and kept at that temperature for 1 hour, 
further heated to 5 8%! for 5 minutes, and kept for 1 hour. 
Thereafter, particxylate charge control agent dispersion, 
particulate resin /dispersion and aqueous aluminum sulfate 
(0.07 part as solid content) were successively added, which 
were heated to 65°C for 25 minutes. Then, 15% aqueous 
solution of Neogen SC (4.1 parts as solid content) was 
added thereto/. The resulting mixture was heated to 95*^0 
for 30 minut4s, and kept for 2 hours. Successively, the 
mixture obtained was cooled, filtered, washed with water, 
and then dried to obtain a toner (toner 8) . 

To 100 parts of this toner thus obtained was mixed 
0.6 part of silica having been subjected to hydrophobic 
surface treatment with stirring to obtain a toner for 
development (toner for development 8) . 
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Evaluation of toner 8 

The toner for development 8 obtained had a volume - 

average particle diameter determinedly Coulter Counter of 

7.3 fjm. In the resulting toner -/^he portion having a 
5 volume particle diameter of S^fim or less was 1.4%. While 

the portion having a voliurfe particle diauneter of 15 ^im or 

more was 0.3%. The ratao of the voltome- average particle 

diameter and the number -average particle diameter was 1.11. 

50% circular degree/ of the toner was 0.98. 
10 The fixability of toner for development 8 was 

evaluated. As the result, at a fixing rate of 12 0 mm/s, 

the toner was fixed at a temperature of from 180°C to 

220°C, and at a fixing rate of 30 mm/s, the toner was fixed 

at a temperature of from 150^C to 180®C. 
15 The charged amount of toner 8 was -8 |J.C/g and the 

charged amount of toner for development 8 was -14 |iC/g. 

EXAMPLE 9 2000-182606 Example 2 

(Wax dispersion 9) 

The same wax dispersion as wax dispersion 8 was used. 
20 (Primary polymer particle dispersion 9) 

The same primary polymer particle dispersion as 

primary polymer particle dispersion 8 was used. 

(Particulate resin dispersion 9) 

. The same particulate resin dispersion as particulate 
25 resin dispersion 6 was used. 
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(Particulate colorant dispersion 9) 

The same particulate colorant dispersion as 
particulate colorant dispersion 3 was used. 
(Particulate charge control agent dispersion 9) 
5 The same particulate charge control agent dispersion 

as particulate charge control agent dispersion 1 was used. 
Production of toner for development 9 
Primary polymer particle dispersion 8 

99 parts (as solid content) 
10 Particulate resin dispersion 6 

11 parts (as solid content) 
Particulate colorant dispersion 3 

6.7 parts (as solid content) 
Particulate charge control agent dispersion 1 
15 2 parts (as solid content) 




0.65 part (as solid content) 
By using the above-described respective components, 
toner was produced according to the following manner. 
20 To a reactor (vi>liame 1 liter, an anchor blade 

equipped with a baf fid) were charged primary polymer 
particle dispersion and 15% aqueous solution of Neogen SC, 
which were uniformly miked. Further, particulate colorant 
dispersion was added thereto and \iniformly mixed. Aqueous 
25 al\iminum sulfate (0.8 parV as solid content) was dropwise 
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added to the mixed dispersion thjars obtained with stirring. 
Thereafter, with stirring, ttle mixed dispersion obtained 
was heated to 55°C for 25^inutes, and kept at that 
temperature for 1 hou^. Thereafter, particulate charge 
control agent dispersion was added, and heated to 57°C for 
2 minutes. Then, particulate resin dispersion was added 
thereto, and/kept at 57*^0 for 35 minutes. Successively, 
15% aqueo;ds solution of Neogen SC (4 parts as solid 
content^ was added thereto. The resulting mixture was 
heated to 95**C for 40 minutes, and kept for 4 hours. 
Suofcessively, the mixture obtained was cooled, filtered, 
^shed with water, and then dried to obtain a toner (toner 
9) . 

To 100 parts of this toner thus obtained was mixed 
0.6 part of silica having been siabjected to hydrophobic 
surface treatment with stirring to obtain a toner for 
development (toner for development 9) . 
Evaluation of toner 9 

Toner for development 9 cAtained had a voltime- average 
particle diameter determinedylsy Coulter Counter of 7.6 |im. 
In the resulting toner, th^ portion having a volume 
particle diameter of 5 yak ox less was 1.6%. While the 
portion having a volunre particle diameter of 15 |jm or more 
was 2.4%. The ratio of the volume -average particle 
diameter and the /number -average particle diameter was 1.15. 
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50% circular degree cjZ the toner was 0.97, 

The fixability of toner for development 9 was 
evaluated. As the result, at a fixing rate of 120 mxn/s, 
the toner was fixed at a temperature of from 200°C to 
5 220°C, and at a fixing rate of 30 mm/s, the toner was fixed 
at a temperature of from 160**C to 190°C, 

The charged ampunt of toner 9 was -2 0 M-C/g and the 
charged amount of toner for development 9 was -2 5 |aC/g. 
COMPARATIVE EXAMPLE 10 (Example wherein coating with 
10 particulate resin is not effected.) 
(Wax dispersion 10) 

Dispersion prepared as in wax dispersion 6 was used. 
An average particle diameter of the wax dispersion obtained 
determined by LA- 500 was 340 nm. 
15 (Primary polymer particle dispersion 10) . 

Into a reactor (volume 60 liter, inner diameter 400 
mm) equipped with an agitator (three blades) , a heating 
condenser, a concentrating apparatus and an apparatus for 
charging starting materials and auxiliaries were charged 
20 wax dispersion 3 5 parts and desalted water 3 95 parts, then 
the resulting mixture was heated to a temperature of 9 0*^C 
in a flow of nitrogen. Successively, 8% aqueous hydrogen 
peroxide 1.6 parts and 8% aqueous ascorbic acid 1.6 parts 
were added thereto. 
25 Thereafter, to the mixture obtained a mixture of the 
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following monomers and aqueous solution o£ emulsifier was 
added for 5 hours from the initiation of polymerization and 
aqueous polymerization initiator was added for 6 hours from 
the initiation of polymerization. The resulting reaction 
5 mixture was further kept for 3 0 minutes. 
[Monomers] 

Styrene 7 9 parts 

Butyl acrylate 21 parts 

Acrylic acid 3 parts 

10 Bromotrichloromethane 0.5 part 

2-mercaptoethanol 0.01 part 

Divinyl benzene 0.4 part 

[Aqueous solution of emulsifier] 
w3r&%-^aq^^teoua--^^3r ution of Neogenx^S-C" 

15 Desalted water 25 parts 

[Aqueous polymerization initiator] 

8% aqueous hydrogen peroxide 9 parts 

8% aqueous ascorbic acid 9 parts 

After the completion of the polymerization reaction, 

20 the resulting product was cooled to obtain an opaque white 
polymer dispersion. The weight -average molecular weight of 
the soluble matter in THF of the polymer was 154,000, the 
average particle diameter determined by UPA was 195 nm and 
Tg was 57**C. 

25 (Particulate colorant dispersion 10) 
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The same particulate colorant dispersion as 
particulate colorant dispersion 3 was used. 
(Particulate charge control agent dispersion 10) 

The Scune particulate charge control agent dispersion 
as particulate charge control agent dispersion 1 was used. 
Production of toner for development 10 
Primary polymer particle dispersion 10 

110 parts (as solid content) 
Particulate colorant dispersion 3 

6.7 parts (as solid content) 
Particulate charge control agent dispersion 1 

2 parts (as solid content) 
■■*15%_35p3«otis----sST\iti©n^^oJ-^^ 

0.65 part (as solid content) 
By using the above -described respective components, 
toner was produced according to the following manner. 

To a reactor [volume 1 liter, an anchor blade 
equipped with a bafjEle) were charged primary polymer 

and 15% aqueous solution of Neogen SC, 
which were \iniform3Jy mixed. Then, particulate colorant 
dispersion was added thereto and uniformly mixed. Aqueous 

.9 part as solid content) was dropwise 
dispersion thus obtained with stirring, 
arge control agent dispersion was also 



particle dispersion 



aluminum sulfate (G 
added to the mixed 
then particulate ch 
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added. Thereafter , \ with stirring, the mixed dispersion 
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obtained was heated to 6 0^C ydr 2 0 minutes, and kept at 
that temperature for 3 0 mixiutes, further heated to 61°C for 
2 minutes and kept fo^ 1 hour. Then, 15% aqueous solution 
of Neogen SC (5 paz^s as solid content) was successively 
5 added, and heat^ to 95°C for 25 minutes. After keeping 

the resultina^ mixture for 5 hours, the mixture was cooled, 
filtered, ywashed with water, and then dried to obtain a 
toner (toner 10) . 

To 100 parts of the toner thus obtained, was mixed 0.6 

10 part of silica having been subjected to hydrophobic surface 
treatment with stirring to obtain a toner for development 
(toner for development 10) . 
Evaluation of toner 10 

Toner for development 10 obtained had a volume - 

15 average particle diameter deteriilined by Coulter Counter of 
7.5 jjm. In the resulting toii/r, the portion having a 
voliame particle diameter of^ 5 fjm or less was 4.1%. While 
the portion having a voliime particle diameter of 15 )im or 
more was 2.3%. The ratfio of the volume -average particle 

20 diameter and the nun^er- average particle diameter was 1.19. 
50% circular degre^ of the toner was 0.98. 

The fixcJDility of toner for development 10 was 
evaluated. As the result, at a fixing rate of 120 mm/s, 
the toner was fixed at a temperature of from 158°C to 

25 200°C, and at a fixing rate of 30 mm/s, the toner was fixed 



101 



at a teii5>erature of from 123°C to 182^C. 

The charged amount of toner 10 was +15 M-C/g and the 
charged amount of toner for developmentlO was +11 p.C/g. 
COMPARATIVE EXAMPLE 11 (Example wherein both primary 
5 polymer particle and particulate resin do not comprise wax) 
(Primary polymer particle dispersion 11) 

Into a reactor (volume^ 60 liter, inner diameter 400 
mm) equipped with an agitator (three blades) , a heating 
condenser, a concentrating apparatus and an apparatus for 

10 charging starting materials and auxiliaries were charged 2 
parts of 15% aqueoxis solution of Neogen SC and 378 parts of 
desalted water, which were then heated to a temperature of 
90°C in a flow at nitrogen. Successively, 8% ac^^eous 
hydrogen peroxide 1.6 parts and 8% aqueous ascorbic acid 

15 1.6 parts were added thereto. 

Thereafter, to the mixture obtained a mixture of the 
following monomers and aqueous solution of emulsifier was 
added for 5 hours from the initiation of polymerization and 
aqueous polymerization initiator was added for 6 hours from 

20 the initiation of polymerization. The resulting reaction 
mixture was further kept for 3 0 minutes. 
[Monomers] 

Styrene 7 9 parts 

Butyl acrylate 21 parts 

25 Acrylic acid 3 parts 
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B romo t r i c hi o rome thane 



0.45 part 



2 -mercaptoethaxiol 



0.01 part 



Hexanediol diacrylate 



0.9 part 



[Aqueous solution of emulsifier] 




Desalted water 



25 parts 



[Aqueous polymerization initiator] 



8% aqueous hydrogen peroxide 



9 parts 



8% aqueous ascorbic acid 



9 parts 



After the completion of the polymerization reaction, 
the resulting product was cooled to obtain an opaque white 
polymer dispersion. The weight -average molecular weight of 
the soluble matter in THF of the polymer was 126,000, the 
average particle diameter determined by UPA was 199 nm and 
Tg was 70*^0. 

(Particulate resin dispersion 11} 

The same particulate resin dispersion as particulate 
resin dispersion 1 was used. 
(Particulate colorant dispersion 11) 

The same particulate colorant dispersion as 
particulate colorant dispersion 1 was used. 
(Particulate charge control agent dispersion 11) 

The Scune particulate charge control agent dispersion 
as particulate charge control agent dispersion 1 was used. 
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Production of toner for development 11 
Primary polymer particle dispersion 11 

95 parts (as solid content) 
Particulate resin dispersion 1 
5 5 parts (as solid content) 

Particulate colorant dispersion 1 

6*7 parts (as solid content) 
Particulate charge control agent dispersion 1 

2 parts (as solid content) 

10 --•A<rie©trs--§otuifiOnr-0'f"~^^ 

0.2 part (as solid content) 
By using the above -described respective components, 
toner was produced according to the following manner. 
To a reactor (volume 1 liter, /an anchor blade 

15 equipped with a baffle) were charcfed primary polymer 

particle dispersion and acjueous /solution of 15% Neogen SC, 
which were uniformly mixed. Tnen particulate colorant 
dispersion was added to the /resulting mixture, and 
\miformly mixed. Aqueous /aluminum sulfate (0.54 part as 

20 solid content) was dropv/ise added to the mixture dispersion 
thus obtained with stlfrring. Thereafter, with stirring, 
the mixed dispersioii obtained was heated to 5 0°C for 2 5 
minutes, and kept /at that temperature for 1 hour, further 
heated to 69°C fcnr 1 hour, and also kept for 10 minutes. 

25 Thereafter, paniculate charge control agent dispersion. 
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particulate resin dispersion and a5;pieous aliuxiinuzn sulfate 
(0.06 part as solid content) w^re successively added, which 
were heated to 71°C for 10^,«fiinutes . After keeping the 
resulting mixture for 3^ minutes, 15%aqueous solution of 
Neogen SC (3.3 part^ as solid content) was added thereto. 
The resulting mia^ure was heated to 96°C for 25 minutes and 
kept for 7 hours. Successively, the mixture obtained was 
cooled, filtered, washed with water, and then dried to 
obtain a jconer (toner 11) . 

To 100 parts of the toner thus obtained was mixed 0.6 
part of silica having been siibjected to hydrophobic surface 
treatment with stirring to obtain a toner for development 
(toner for development 11) . 
Evaluation of toner 11 

Toner for development 11 obtained had a volume - 
average particle diameter determined by Coulter Cotmter of 
7.5 fim. In the resulting toner, /the portion having a 
volume particle diameter of 5 y^im or less was 2.5%. While 
the portion having a voliome/particle diameter of 15 |jm or 
more was 1.1%. The ratio/of the volxame- average particle 
diameter and the numbeir- average particle dicuneter was 1.14. 
50% circular degree jof the toner was 0.93. 

The fixability of toner for development 11 was 
evaluated. As the result, at a fixing rate of 12 0 mm/s, 
the toner was fixed at a temperature of from 180°C to 
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190°C, and at a fixing rate of 30 mm/s, the toner was fixed 
at a temperature of from 140°C to 160*^0. 

The charged amount of toner 11 was -27 jiC/g and the 
charged amount of toner for development 11 was -11 fiC/g. 
COMPARATIVE EJEMIPLE 12 (Example wherein particulate wax 
/ comprising^ wax encapsulated therein is coated over the 
outermy^t layer) 
(Primary polymer dispersion 12) 

Into a reactor (volume 60^ liter, inner diameter 400 
10 mm) equipped with an agitatoir (three blades) , a heating 

condenser, a concentrating^ apparatus and an apparatus for 
charging starting mater^ls and axixiliaries were charged 2 
parts of 15% aqueous ysolution of Neogen SC and 378 parts of 
desalted water, wh^ich were then heated to a temperature of 
15 90°C in a flow of. nitrogen. Successively, 8% aqueous 

hydrogen peroxide 1.6 parts and 8% aqueous ascorbic acid 
1.6 parts wenre added thereto. 

Thereafter, to the mixture obtained a mixture of the 
following monomers and aqueous solution of emulsifier was 
20 added for 5 hours from the initiation of polymerization and 
aqueous polymerization initiator was added for 6 hours from 
the initiation of polymerization. The resulting reaction 
mixture was further kept for 3 0 minutes. 
[Monomers] 

25 Styrene 7 9 parts 
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Butyl acrylate 



21 parts 



Acrylic acid 



3 parts 



Br omo t r 1 c hi o r ozne t hane 



0,45 part 



2 -xnercaptoethanol 



0.01 part 



Hexanediol diacrylate 



0 . 9 part 



[Aqueous solution of emulslfler] 




Desalted water 



2 5 parts 



[Ac[ueous polymerization initiator] 



8% aqueous hydrogen peroxide 



9 parts 



8% aqueous ascorbic acid 



9 parts 



After the completion of the polymerization reaction, 
the resulting product was cooled to obtain an opaque white 
polymer dispersion. The weight -average molecular weight of 
the soluble matter in THF of the polymer was 126,000, the 
average particle diconeter determined by UPA was 199 nm and 
Tg was 7 0°C. 
(Wax dispersion 12) 

The Scuxie wax dispersion as wax dispersion 1 was used 
ad the seed of particulate resin 12 . 
(particulate resin dispersion 12) 

Into a reactoar (voliome 60 liter, inner diameter 400 
mm) equipped withr an agitator (three blades) , a heating 
condenser, a concentrating apparatus and an apparatus for 
charging starting materials and auxiliaries were charged 2 8 
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parts of wax dispersions^, 1.2 parts of 15% aqueous 
solution of Neogenx^ and 3 93 parts of desalted water, 
which were thMT heated to a temperature of 90**C in a flow 
of nitrogeji\ Successively, 8% aqueous hydrogen peroxide 
1.6 pa^rts and 8% aqueous ascorbic acid 1.6 parts were added 
th^^to . 

Thereafter, to the mixture obtained a mixture of the 

following monomers and aqueous solution of emulsifier was 

added for 5 hours from the initiation of polymerization and 
10 aqueous polymerization initiator was added for 6 hours from 

the initiation of polymerization. The resulting reaction 

mixture was further kept for 3 0 minutes. 

[Monomers] 

Styrene 
15 Butyl acrylate 

Acrylic acid 

Octane tiol 

2 -mercaptoethanol 

Hexanediol diacrylate 
20 [Aqueous solution of emulsifier] 

v^iS3L^a^u^o};^'''^soXu^aSi^^ 

Desalted water 

[Aqueous polymerization initiator] 
8% aqueous hydrogen peroxide 
25 8% aqueous ascorbic acid 



7 9 parts 
21 parts 
3 parts 
0.3 8 part 
0.01 part 
0 . 9 part 



2 5 parts 

9 parts 
9 parts 
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After the completion of the polymerization reaction, 
the resulting product was cooled to obtain an opaque white 
polymer dispersion. The weight -average molecular weight of 
the soluble matter in THF of the polymer was 119,000, the 
5 average particle diameter determined by UPA was 189 nm and 
Tg was 57°C. 

(Particulate colorant dispersion 12) 

The same particulate colorant dispersion as 
particulate colorant dispersion 1 was used. 
10 (Particulate charge control agent dispersion 12) 

The same particulate charge control agent dispersion 
as particulate colorant dispersion 1 was used. 
Production of toner for development 12 
Primary polymer particle dispersion 12 
15 77 parts (as solid content) 

Particulate resin dispersion 12 

33 parts (as solid content) 
Particulate colorant dispersion 1 

6.7 parts (as solid content) 
20 Particulate charge control agent dispersion 1 

2 parts (as solid content) 
By using the aJDOve- described respective components, 
toner was produced according to the following manner . 
To a reaator (volume 1 liter, an anchor blade 
25 equipped with a baffle) were charged primary polymer 
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particle dispersion and particulate colorant dispersion, 
which were uniformly mixed. Aqueous^ aluminum sulfate (0.49 
part as solid content) was dropwi^e added to the mixture 
dispersion thus obtained with stirring. Thereafter, with 
stirring, the mixed dispersicm obtained was heated to 50°C 
for 25 minutes, and kept ajz that temperature for 1 hour^ 
further heated to 67°C fo^: 4 0 minutes, and also kept for 20 
minutes. Thereafter, particulate charge control agent 
dispersion was added /thereto and cooled to 60°C, 
10 successively particulate resin dispersion and aqueous 

aluminum sulfate /o.ll part as solid content) were added, 
which were kept At, 60°C for 30 minutes. Then, 15%aciueous 
solution of Neggen SC (3.5 parts as solid content) was 
added thereto/ The resulting mixture was heated to 96®C 
15 for 45 minutes and kept for 4 hours. Successively, the 

mixture obtained was cooled, filtered, washed with water, 
and then dried to obtain a toner (toner 12) . 

To 100 parts of the toner thus obtained was mixed 0*6 
part of silica having been subjected to hydrophobic surface 
20 treatment with stirring to obtain a toner for development 
(toner for development 12) . 
Evaluation of toner 12 

The toner foiA development obtained had a volxame- 
average particle diameter determined by Coulter Counter of 
25 8.1 |im. In the resulting toner, the portion having a 
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volmne particle diameter or 5 jjm or less was 1.2%. While 
the portion having a v0lxiine particle diameter of 15 ^m or 
more was 2.8%- The^ratio of the volume -average particle 
diameter and the^ninnber- average particle diameter was 1.17. 
5 50% circular (degree of the toner was 0.93. 

The fixability of toner for development 12 was 
evaluated. As the result, at a fixing rate of 12 0 mm/s, 
the toner was fixed at a temperature of from 17 0°C to 
22 0°C, and at a fixing rate of 3 0 mm/s, the toner was fixed 

10 at a temperature of from 130^*0 to 190°C. 

The charged amount of toner 12 was -6 [iC/g and the 
charged eunount of toner for development 12 was +4 |aC/g. 
EXAMPLE 13 J4582 (11-356833) Example 4 
(Primary polymer particle dispersion 13) 

15 Into a reactor (volume 2 liter, inner diameter 120 

mm) ecjuipped with an agitator (three backward blades) , a 
heating condenser, a concentrating apparatus and an 
apparatus for charging starting materials and aiixiliaries 
were charged 10% ac[ueous sodium dodecylbenzene sulfonate 

20 5.3 parts and desalted water 311 parts, which were then 
heated to a temperature of 90^C in a flow of nitrogen. 
Successively, 2% aqueous hydrogen peroxide 6.4 parts and 2% 
ac[ueous ascorbic acid 6.4 parts were added thereto. 

Thereafter, to the mixture obtained a mixture of the 

25 following monomers and aqueous solution of emulsifier was 
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added for 5 hours from the initiation of polymerization and 
aqueous polymerization initiator was added for 6 hours from 
the initiation of polymerization. The resulting reaction 
mixture was further kept for 3 0 minutes. 
[Monomers] 

Styrene 5 9 parts 

Butyl acrylate 3 9 parts 

Acrylic acid 2 parts 

Bromotrichloromethane 0 . 5 part 

1% aqueous 2 -mercaptoethanol 3 parts 

[Aqueous solution of emulsifier] 
10% aqueous sodium dodecylbenzene sulfonate 

2.7 

parts 

1% aqueous polyoxyethylenenonylphenyl ether 

1.1 parts 

Desalted water 22 parts 

[Aqueous polymerization initiator] 

2% aqueous hydrogen peroxide 3 6 parts 

2% aqueous ascorbic acid 3 6 parts 

After the completion of the polymerization reaction, 
the resulting product was cooled to obtain an opac[ue white 
polymer dispersion. The weight -average molecular weight of 
the soluble matter in THF of the polymer was 54,000, the 
average particle diameter determined by UPA was 154 nm and 
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Tg was 40*^C. 

(Wax dispersion 13) y 

A 69.74 part amoxint of desal^d water, 30 parts of an 
ester mixture mainly comprising/behenyl behenate (Unister 
5 M2222SL, produced by NOF Coloration), 0.23 parts of sodium 
dodecylbenzene sulfonate a(iid 0.03 parts of 
polyoxyethylenenonylphenyl ether were mixed, then the 
resulting mixture was/ emulsified by applying high pressure 
shearing to obtain a particulate ester wax dispersion. An 
10 average particle ydiameter of the particulate ester wax 
obtained determ/ned by LA- 500 was 820 nm. 
(Particulate resin dispersion 13A) 

Into a reactor (volume 2 liter, inner diameter 12 0 
mm) ecjuipped with an agitator (three backward blades) , a 
15 heating condenser, a concentrating apparatus and an 

apparatus for charging starting materials and auxiliaries 
were charged wax dispersion 13 35 parts and desalted water 
328 parts, which were then heated to a temperature of 90*^0 
in a flow of nitrogen. Successively, 2% aqueous hydrogen 
20 peroxide 6.4 parts and 2% aqueous ascorbic acid 6.4 parts 
were added thereto . 

Thereafter, to the mixture obtained a mixture of the 
following monomers and aqueous solution of emulsifier was 
added for 5 hours from the initiation of polymerization and 
25 aqueous polymerization initiator was added for 6 hours from 
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the initiation of polymerization. The resulting reaction 
xtiixture was further kept for 30 minutes. 
[Monomers] 

Styrene 72 parts 

Butyl acrylate 2 6 parts 

Acrylic acid 2 parts 

Bromotrichloromethane 0 . 5 part 

1% aqueous 2 -mercaptoethanol 3 parts 

[Aqueous solution of emulsifier] 
10% aqueous sodium dodecylbenzene sulfonate 

2,7 

parts 

1% aqueous polyoxyethylenenonylphenyl ether 

1.1 parts 

Desalted water 22 parts 

[Aqueous polymerization initiator] 

2% aqueous hydrogen peroxide 3 6 parts 

2% aqueous ascorbic acid 3 6 parts 

After the completion of the polymerization reaction, 
the resulting product was cooled to obtain an opaque white 
polymer dispersion. The weight -average molecular weight of 
the soluble matter in THF of the polymer was 69,000, the 
average particle diameter determined by UFA was 244 nm and 
Tg was 6 0°C. 

(Particulate resin dispersion 13B) 
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Emulsion of copolymer of diallyl phthalate cOid 
acrylate, having Tg of 90^C cmd the particle diameter of 
100 nm 

(Particulate colorant dispersion 13) 

The Scune particulate colorant dispersion as 
particulate colorant dispersion 1 was used. 
(Particulate charge control agent dispersion 13) 

The same particulate charge control agent dispersion 
as particulate charge control agent dispersion 1 was used. 
Production of toner for development 13 
Primary polymer particle dispersion 13 

100 parts (as solid content) 
Particulate resin dispersion 13A 

11 parts (as solid content) 
Particulate resin dispersion 13B 

22 parts (as solid content) 
Paraffin wax (LUVAX- 12 66, produced by Nippon Seirou K.K.) 
dispersion 5 parts (as solid content) 

Particulate colorant dispersion 1 

6 parts (as solid content) 
Particulate charge control agent dispersion 1 

0.6 part (as solid content) 
By using the cd>ove- described respective components, 
toner was produced according to the following manner. 

To a reactor (volxame 1 liter, disper) were charged 




primary polymer particle dispersion, paraffin wax 
dispersion, particulate colorant dispersion and charge 
control agent dispersion, which were uniformly mixed. The 
resulting dispersion was adjusted to have a pH of 3.5 with 
stirring. Thereafter, the mixture was heated with stirring 
and was controlled to have a pH of 7 at a time when the 
particle diameter reached 5.5 |am. The mixture was further 
heated to SO^C and kept for 1 hour, followed by cooling. 
The resulting product and particulate resin dispersion 13A 
were placed into a reactor (flat blade agitating blade) and 
adjusted to have a pH of 3.0 with stirring at room 
temperature. The stirring was further continued until the 
white turbid of the dispersion disappeared. Thereafter, 
the resulting product was heated to 40°C and kept for 2 
hours, followed by cooling. Then particulate resin 
dispersion 13B was added thereto and adjusted to have a pH 
of 2.0 with stirring at room temperature. The stirring was 
further continued until the white turbid of the dispersion 
disappeared. Thereafter, the resulting product was 
stepwise heated to 40°C and kept for 2 hours, further 
stepwise heated to 6 0°C and kept for 2 hours, followed by 
cooling. Successively, the mixture obtained was filtered, 
washed with water, and then dried to obtain a toner (toner 
13) . 

To 100 parts of the toner thus obtained was mixed 0.6 
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part of silica having been subjected to hydrophobic surface 
treatment with stirring to obtain a toner for development 
(toner for development 13) . 
Evaluation of toner 13 

Toner for development 13 obtained was fixed at a 
temperature of from 120^*0 to 165°C at a fixing rate of 12 0 
mm/S • 

The charged amovint of the toner was -9 |iC/g and the 
charged amount of toner for development 14 was -15 |iC/g, 
EXAMPLE 14 

(Primary polymer particle dispersion 14) 

Into a reactor (volume 3 liter, inner diameter 150 
mm) equipped with an agitator (two blades) , a heating 
condenser, a concentrating apparatus and an apparatus for 
charging starting materials and auxiliaries were charged 
10% aqueous sodium dodecylbenzene sulfonate 5.3 parts and 
desalted water 3 09 parts, which were then heated to a 
temperature of 90°C in a flow of nitrogen. Successively, 
2% aqueous hydrogen peroxide 6.4 parts and 2% aqueous 
ascorbic acid 6.4 parts were added thereto. 

Thereafter, to the mixture obtained a mixture of the 
following monomers and aqueous solution of emulsifier was 
added for 5 hours from the initiation of polymerization and 
aqueous polymerization initiator was added for 6 hours from 
the initiation of polymerization. The resulting reaction 
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mixture was further kept for 30 minutes. 
[Monomers] 

Styrene 60 parts 

Butyl acrylate 40 parts 

Acrylic acid 3 parts 

[Aqueous solution of emulsifier] 
10% aqueous sodium dodecylbenzene sulfonate 



2.7 



parts 

1% aqueous polyoxyethylenenonylphenyl ether 



1.1 



parts 

Desalted water 22 parts 

[Aqueous polymerization initiator] 

2% aqueous hydrogen peroxide 3 6 parts 

2% aqueous ascorbic acid 3 6 parts 

After the completion of the polymerization reaction, 
the resulting product was cooled to obtain an opaque white 
polymer dispersion. 

Successively, into a reactor (volxame 3 liter, inner 
diameter 150 mm) equipped with an agitator (two blades) , a 
heating condenser, a concentrating apparatus and an 
apparatus for charging starting materials and auxiliaries 
were charged the cQDOve -described wax dispersion 108 parts, 
10% aqueous sodium dodecylbenzene sulfonate 5.3 parts and 
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desalted water 311 parts, which were then heated to a 
temperature of 9 0°C in a flow of nitrogen. Successively, 
2% aqueous hydrogen peroxide 6.4 parts and 2% aqueous 
ascorbic acid 6.4 parts were added thereto. 

Thereafter, to the mixture obtained the following 
monomers, aqueous solution of emulsifier and aqueous 
polymerization initiator were added and emulsion 
polymerization was effected for 6.5 hours. 
[Monomers] 

Styrene 6 0 parts 

Butyl acrylate 4 0 parts 

Acrylic acid 3 parts 

Bromotrichloromethane 1 . 5 parts 

1% aqueous 2 -mercaptoethanol 3 parts 

[Aqueous solution of emulsifier] 
10% aqueous sodium dodecylbenzene sulfonate 

2.7 parts 

1% aqueous polyoxyethylenenonylphenyl ether 

1 . 1 part 

Desalted water 22 parts 

[Aqueous polymerization initiator] 

2% aqueous hydrogen peroxide 3 6 parts 

2% ac[ueous ascorbic acid 36 parts 

After the completion of the polymerization reaction, 
the resulting product was cooled to obtain an opaque white 
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polymer dispersion (primary polymer particle dispersion 
15) . The weight -average molecular weight of the soliible 
matter in THF of the polymer was 64,000, the average 
particle dicmeter determined by UPA was 2 68 nm and Tg was 
3 9°C. 

(Wax dispersion 14) 

The same wax dispersion as wax dispersion 13 was 

used. 

(Particulate resin dispersion 14A) 

Into a reactor (volume 2 liter, inner diameter 12 0 
mm) equipped with an agitator (three backward blades) , a 
heating condenser, a concentrating apparatus and an 
apparatus for charging starting materials and auxiliaries 
were charged weix dispersion 13 35 parts and desalted water 
328 parts, which were then heated to a temperature of 90^C 
in a flow of nitrogen. Successively, 2% aqueous hydrogen 
peroxide 6.4 parts and 2% aqueous ascorbic acid 6.4 parts 
were added thereto . 

Thereafter, to the mixture obtained a mixture of the 
following monomers and aqueous solution of emulsifier was 
added for 5 hours from the initiation of polymerization and 
aqueous polymerization initiator was added for 6 hours from 
the initiation of polymerization. The resulting reaction 
mixture was further kept for 3 0 minutes. 
[Monomers] 



120 



Styrene 

Butyl acrylate 

Acarylic acid 

Bromotrichlorome thane 

1% aqueous 2 -mercaptoethanol 

[Aqueous solution of emulsifier] 

10% aqueous sodium dodecylbenzene sulfonate 

parts 

1% aqueous polyoxyethylenenonylphenyl ether 



75 parts 
2 5 parts 

3 parts 
0 . 5 part 
1 part 



2.7 



1.1 parts 
22 parts 



3 6 parts 
3 6 parts 



Desalted water 

[Aqueous polymerization initiator] 
2% aqueous hydrogen peroxide 
2% aqueous ascorbic acid 

After the completion of the polymerization reaction, 
the resulting product was cooled to obtain an opaque white 
polymer dispersion. The weight -average molecular weight of 
the soluble matter in THF of the polymer was 58,000, the 
average particle diameter determined by UPA was 244 nm and 
Tg was not clear. 

(Particulate resin dispersion 14B) 

Into a reactor (volume 2 liter, inner diameter 150 
mm) equipped with an agitator (three backward blades) , a 
heating condenser, a concentrating apparatus and an 
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apparatus for charging starting materials and axixiliaries 
were charged sodium aliphatic acid (NS soap, manufactured 
by Kao Corporation) 2 parts and desalted water 374 parts, 
which were then heated to a temperature of IS^C in a flow 
5 of nitrogen. Successively, 1% aqueous potassium persulfate 
2 0 parts were added thereto. 

Thereafter, to the mixture obtained the following 
monomers were added for 3 hours and 2 0 minutes from the 
initiation of polymerization and in the course of this 
"''Z 10 addition, aqueous solution of emulsifier and aqueous 

, "1 polymerization initiator were added and kept for 1 hour and 

ii 4 0 minutes. 

5:' 5 

1 3 [Monomers] 

Styrene '90 parts 

ru 

%S: 15 Butyl acrylate 10 parts 



C3 

O 



Bromotrichloromethane 0 . 2 part 

[Aqueous solution of emulsifier] 

10% aqueous NS soap 10 parts 

[Aqueous polymerization initiator] 

20 1% aqueous potassium persulfate 10 parts 

After the completion of the polymerization reaction, 
the resulting product was cooled to obtain an opaque white 
polymer dispersion. The weight -average molecular weight of 
the soluble matter in THF of the polymer was 131,00 0, the 

25 average particle diameter determined by UPA was 2 5 nm and 
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Tg was 84°C 

(Particulate colorant dispersion 14) 

The same particulate colorant dispersion as 
particulate colorant dispersion 1 was used. 
(Particulate charge control agent dispersion 14) 

The same particulate charge control agent dispersion 
as particulate charge control agent dispersion 1 was used. 
Production of toner for development 14 
Primary polymer particle dispersion 14 

100 parts (as solid content) 
Particulate resin dispersion 14A 

21.3 parts (as solid content) 
Particulate resin dispersion 14B 

10.7 parts (as solid content) 
Particulate colorant dispersion 1 

6.7 parts (as solid content) 
Particulate charge control agent dispersion 1 

0.6 part (as solid content) 
By using the cibove -described respective components, 
toner was produced according to the following manner. 

To a reactor were charged primary polymer particle 
dispersion and particulate colorant dispersion, which were 
uniformly mixed. Then, 10% aqueous sodium chloride (12 
parts as solid content) was added thereto with stirring and 
kept for 3 0 minutes. Thereafter, the mixture obtained was 
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heated with stirring and was controlled to have a pH of 6.5 
at a time when the particle diameter reached 7 |im. The 
mixture was further heated to 95®C and kept for 8 hours, 
followed by cooling. After filtering coarse powder, the 
resulting product was placed into a reactor (flat blade 
agitating blade) and was adjusted to have a pH of 2.0 with 
stirring at room temperature. Then particulate resin 
dispersion 14A was added thereto, successively heated to 
4 0®C and kept for 5 hours, further heated to 62^C and kept 
for 3 hours, followed by cooling. Successively, 
particulate resin dispersion 14B was added thereto, heated 
to 4 0°C and kept for 1 hour. Further, particulate charge 
control agent dispersion was added, kept at 40°C for 2 
hours, further heated to 64*^C and kept for 4 hours followed 
by cooling. The resulting product was filtered, washed 
with water, and then dried to obtain a toner (toner 14) . 

To 100 parts of the toner thus obtained was mixed 0.6 
part of silica having been subjected to hydrophobic surface 
treatment with stirring to obtain a toner for development 
(toner for development 14) - 
Evaluation of toner 14 

Toner for development 14 obtained was fixed at a 
temperature of from IBO^C to 170°C at a fixing rate of 120 
mm/ S . 

The charged amoiint of toner 14 was -6 fxC/g and the charged 
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ampunt of toner for development 14 was -11 |iC/g* 
[Reference Synthesis Example] Copolymerized product of 
particulate weux and primary polymer particles 
(Wax dispersion 15) 
5 A 68.33 part amount ofr desalted water, 30 parts of 

7:3 mixture of an ester mixture mainly comprising behenyl 
behenate (Unister M2222JSL, produced by NOF Corporation) and 
an ester mixture mainly comprising stearyl stearate 
(Unister M9676, produced by NOF Corporation) and 1.67 parts 
10 of sodium dodecyll/enzene sulfonate (Neogen SC, produced by 
Dai-ichi Kogyo Sfeiyaku Co., Ltd., 66% of active component) 
were mixed, then the resulting mixture was emulsified at 
90°C by applying high pressure shearing to obtain a 
dispersion/of particulate ester wax. An average particle 
15 diameter >of the particulate ester wax obtained determined 
by UPA was 2 90 nm. 

(Primary polymer particle dispersion 15) 

Into a reactor (volume 3 Aiter, iimer diameter 150 
mm) equipped with an agitator/ (full zone blade), a heating 
20 condenser, a concentrating apparatus and an apparatus for 
charging starting material/s and aiixiliaries were charged 
15% aqueous solution of l^eogen SC 2 parts and desalted 
water 37 8 parts, which /were then heated to a temperature of 
90°C in a flow of nitrogen. Successively, 8% aqueous 
25 hydrogen peroxide 1 .>6 parts and 8% aqueous ascorbic acid 
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1.6 parts were added thereto. 

Thereafter, to the mixture obtained a mixture of the 
following monomers and aqueous solution of emulsifier was 
added for 5 hours from the initiation of polymerization and 
aqueous polymerization initiator was added for 6 hours from 
the initiation of polymerization. The resulting reaction 
mixture was further kept for 30 minutes. 
[Monomers] 

Styrene 7 9 parts 

Butyl acrylate 21 parts 

Acrylic acid 3 parts 

Bromotrichloromethane 0.45 part 

2-mercaptoethanol 0.01 part 

Hexanediol diacrylate 0 . 9 part 

[Aqueous solution of emulsifier] 

feogen SC 

Desalted water 2 5 parts 

[Aqueous polymerization initiator] 

8% aqueous hydrogen peroxide 9 parts 

8% aqueous ascorbic acid 9 parts 

After the completion of the polymerization reaction, 
the resulting product was cooled to obtain an opaque white 
polymer dispersion. The weight -average molecular weight of 
the soluble matter in THF of the polymer was 158,000, the 
average particle diameter determined by UPA was 200 nm and 
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Tg was 71°C. 

(Particulate resin dispersion 15) 

The same particulate resin dispersion as particulate 
resin dispersion 1 was used. 
(Particulate colorant dispersion 15) 

The same particulate colorant dispersion as 
particulate colorant dispersion 1 was used. 
(Particulate charge control agent dispersion 15) 

The same particulate charge control agent dispersion 
as particulate charge control agent dispersion 1 was used. 
Production of toner for development 1 
Primary polymer particle dispersion 15 

105 parts (as solid content) 
Particulate resin dispersion 1 

5 parts (as solid content) 
Particulate colorant dispersion 1 

6.7 parts (as solid content) 
Particulate charge control agent dispersion 1 

2 parts (as solid content) 

Wax dispersion 15 

8.8 parts (as solid content) 




0.5 part (as solid content) 
By using the above-described respective components, 
toner was produced according to the following manner. 
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10 



15 



20 



25 



To a reactor (volume 1 liter, an anchor i^lade 
equipped with a ba££le) were charged primary^ polymer 
particle dispersion and aqueous solution yot 15% Neogen SC, 
which were uniformly mixed. Then wax (Zlispersion and 
particulate colorant dispersion were/added to the resulting 
mixture, which were also iinif ormly /mixed . Aqueous aluminum 
sulfate (0.6 part as solid content) was dropwise added to 
the mixed dispersion thus obtai/hed with stirring. 
Thereafter, with stirring, tl^ mixed dispersion obtained 
was heated to 55^C for 15 md^nutes, and kept at that 
temperature for 1 hour. JThe mixed dispersion was further 
heated to 65**C for 90 miiiutes, and kept for 5 minutes 
Thereafter, particular charge control agent dispersion, 
particulate resin di/spersion and aqueous aluminiam sulfate 
(0.07 part as solid content) were successively added, which 
were heated to SyZ^C for 15 minutes. After keeping the 
resulting mixture for 6 0 minutes, 15%aqueous solution of 
Neogen SC (3/ parts as solid content) was added thereto. 
The resulting mixture was heated to 95°C for 20 minutes, 
and kept/for 4 hours. Successively, the mixture obtained 
was cocked, filtered, washed with water, and then dried to 
obtaiii a toner . 

The toner obtained had volume -average particle 
diameter determined by Counter Counter of 7.3 jam. In the 
resulting toner, the portion having a volume particle 
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diameter of 5 pin or less^^as 3.0%. While the portion 
having a voliome pa^t^cle diameter of 15 or more was 
1.2%. The rati^ of the volume -average particle diameter 
and the nupcloer- average particle diameter was 1.14. 50% 
5 circular degree of the toner was 0.95. 

The toner was cut out to have a thickness of 80 nm 
and the TEM photograph (Fig. 7) was photographed. As the 
result of the analysis as in the toner obtained in Example 
1, the particulate wax observed in the cross section of the 

10 toner had a nximber- average particle diameter of 201 nm, a 
half value width of the number -average particle diameter 
was 100 nm. The distribution of the number -average 
particle diameter was shown in Figs. 8 and 9 by dotted line. 
The present application is based on Japanese patent 

15 applications JP 356833/1999 and 182606/2000, filed in the 
Japanese Patent Office on December 16, 1999 and June 19, 
2000, respectively, the entire contents of which are hereby 
incorporated by reference. 



129 




o 

^3 



13 



Particulate resin | 


cn ri 


m 

OO 


9 


e 


CO 


s 


( 

vo 

00 


1 


to 

00 






in 

CO 


Average 

particle 

diameter 

nm 

UPA 


*n 

CO 


S 


t 


in 


e 


t 

rH 
CN 
rH 


( 


rH 
<N 
rH 


« 


• 


CO 


Molecular 
weight 
peak 
Mp 


47,000 


t 




49, 600 


f 


O 

o 
^ 

00 

in 


• 


O 

o 
* 

00 

tn 






47,000 


Molecular 
weight 
Mw 


o 
o 
o 

tn 


s 




57.000 


s 


OOO'TTT 


■ 


OOO'TTT 


f 


• 


o 
o 
o 

in 


Primary polymer particle | 


tJ) rj 
H o 


r- 
m 


in 
in 


m 


Not clear 


in 


m 
in 




tn 




in 


o 
r- 


Average 

particle 

diameter 

nm 

UPA 


a\ 

OO 
rH 


r- 
o 

(N 


a\ 

OO 
rH 


rH 
O 
CN 


rH 

O 
<N 


»-t 
o 


s 


CO 
00 
rH 




m 
a* 

1-H 


rH 


Molecular 
weight 
peak 
Mp 


47,500 


55,500 


47,500 


56,000 


000 ' cs 


O 

o 
o 

Ov 


e 


41,200 




58,100 


56,700 


Molecular 
weight 
Mw 


119,000 


148,000 


119,000 


139,000 


117,000 


127,000 


% 


o 
o 
o 

CD 
V\ 




154,000 


o 
o 
o 

CM 
rH 


Wax 1 


Particle 
size nm 
LA500 


o 


6 




o 
tn 


o 

a\ 


o 
m 


9 


i 










Unister 

M2222S1/ 

Unister 

M9676(70/ 

30) 

1 U L./ DO V. 






o 

u tn 

n lA 
-H r- 
C V 
D X 


Unister 
M2222SL/ 
Polyester 
wax 

(70/30) 
70*'C/65*'C 


Unister 
M2222SL 
70°C 


t 


s 






None 


Pigment | 


Kind 


Pigment 
blue 15:3 


Pigment 
yellow 74 


Pigment 
red 238 


Pigment 
blue 15:3 


Pigment 
blue 15:3 


Pigment 
red 48:2 


Pigment 
red 48:2 


Pigment 
blue 15:3 


Pigment 
red 238 


Pigment 
red 238 


Pigment 
blue 15:3 




Bx.l 


n 

& 


Ex.3 


Ex.4 


Ex.5 


Ex.6 


& 

i 


CO 

rS 


H 


Comp.Ex.lO 


Comp.Ex. 11 



o 

CO 



Particulate resin | 


0) r» 
H o 


in 


o o 

so 9i 
< CO 


A: not 
clear 
B: 84 


Average 

particle 

diameter 

nm 

UPA) 


681 


A: 244 

B: 100 


A: 244 

B: 25 


Molecular 
weight 
peak 
Mp 


47,500 


A:60000 I 
B : undet- 
ermined 


A: 52200 
B: 111400 


Molecular 
weight 
Mw 


119,000 


A:69000 
B: undet- 
ermined 


A: 58000 
B: 131000 


Primary polymer particle | 


0> rj 


o 
r- 


o 


o\ 
m 


Average 
particle 
diameter 
run 
UPA 


m 
o% 

fH 


m 


00 

u> 

CN 


Molecular 

weight 

peak 

Mp 


O 

o 

LCI 


49,000 


20,500 


Molecular 
weight 
Mw 


126,000 


o 
o 
o 

in 


o 
o 
o 

^ 


Wax 1 


Particle 
size nm 
LA500 


o 


o 

CM 
CO 


f 


•o 

•H 


Unister 

M2222SL/ 

Unister 

M9676(70/ 

30) 

70 C/ DD C 


U .J 

« CO 
JJ <N 

10 M rj 
•H CJ o 

C M O 

t> X 




Pigment 1 


Kind 


Pigment 
blue 15:3 


Pigment 
blue 15:3 


Pigment 
blue 15:3 




<N 
*H 

X 
H 

i 

o 


Ex.13 


Ex.14 



CO 



# 





0^ 




































G ^ 




































Jt! O 
O "H 

o o 


u 


































rH O 

CO u 


c 
a 


































1 

(0 
























1 

u 


JJ 


U 


1 


i4 
0) 




a 

to 


















12 ^ 












JJ T3 


JJ 'O 
0) 0) 




B 

CU fl) 


c 






















•a c 


Q 
tM 
*M 


Q) O 

•0 C 


•0 C 

C 


•0 G 
C -H 




s u 

O *J 


















— 






c 

D 6 


,0 


D B 


D 6 


9 6 




s 


mm/sec 








2 








° r 




JJ 


Q 
JJ 


Q 
JJ 


Q 
JJ 








3 
jJ 

<D 

i 


o 


























leter- 
led 


ieter- 
led 








o o 


O o 


o o 

fN CN 


0 0 

m CN 


0 0 
CN 0 


CN <ri 


0 0 
rH 00 


0 0 

in CO 


0. 0 


n CN 

CN CO 














0) 




O 


O 


O 


0 


0 


0 


0 


0 


0 


0 , 


0 


0 


0 


0 




C JS 


to 


































X -0 




o 


o o 


o o 
in ra 


O O 
VO CN 


0 0 


0 0 

r- CN 


0 0 

U> rH 


0 0 
in CN 


0 0 

CO CN 


0 0 

0 CN 


CO ,0 
tn 0 


0 0 

00 m 


0 0 
r» CM 




0 0 

in . r-> 




b » 






r- oj 

rH CM 


rH <N 


rH CN 


P* CN 
rH CN 


rH CN 


H <N 


rH M 


rH CN 


(N CN 


rH CM 


H fH 


rH CM 


rH' rH 


rH rH 






rH C 


































O 

§ 

•a 


Ext erne 




in 

rH 
1 


m 
1 


r- 

rH 


in 

rH 
1 


rH 
CN 
1 


CO 
(N 
1 


1 


rH 


in 

CN 
1 


rH 
rH 


rH 
rH 
1 




in 

rH 


rH 
rH 


ler 


(D O 












m 




















o 


O) 


C -H 
U JJ 








r- 


m 


m 


tn 


n 


eo 


0 


in 




VO 


1 




H 


(0 

u 


1 O -H 

c JJ -a 
2 a> CO 








1 






1 






1 




1 










(0 






























1 

u 


u 






« 




r* 






0! 






<TV 








ov 




0) 

jJ "O 


jJ "O 






u 




o 


O 


O 


0 


0 


0 


0 


0 


0 


0 


0 


0 


•0 c 

C -H 






o ^ 
ir» u 






























a 






O 


rH ^ 1 


age 
;icle 
nter 




























u 
a> 




o 1 


U O M 
JJ o 






In 


r« 




tH 


iH 




1h 




rH 


I-H 


jJ 

(U a> 


jJ -o 

4) 0) 




JJ rH 


t: i| 

(0 -H 3 


« *- R 

V i4 3 




rH 


rH 


rH 


rH 


rH 


rH 


rH 


rH 


rH 


rH 


rH 


•0 c 

C -H 


•0 c 

C -H 




a o 


a c 


> « -H 




























D a 




i 








r* 


rH 


in 


VO 


00 














1 

kj 
0 


I 

1 

u 

JJ "O 

<u 0 




tn O 






























•0 c 


x» c 

C -H 




•H > 

Al 


dp 




























g 


& a 


































u 


1 


























* 








0 

jj •a 


0) 

4-1 'O 

0 0) 

•0 c 

C -H 




rH 

o 






m 


rH 


<N 


(N 














CM 


rH 


0 0) 

•0 c 

C -H 




m > 

VI — 


dP 






























D S 




o u 


1 




























i 


u 




U iJ 

2 






n 


in 


CO 


CT* 


(N 


CD 


*n 




SO 


m 


in 


H 


JJ TJ 


0 

JJ TJ 




ti § 

b *a 


rH 

o 

i i 






1^ 


r- 




CO 


r> 


r- 


r- 


r- 




r» 


00 


•d c 
6 


0 0) 

•0 c 
» a 










rH 


rs 


tn 




IT) 




r- 


CD 


<r> 




















« 
rH 


0) 
rH 


9 

i-H 


rH 


rH 


0 

rH 


X 


0) 
rH 


0) 

rH 


X 


X 

u 


X 
H 


0) 
rH 


Example 
14 










1 

X 


1 

X 
H 


1 


1 

X 

u 


1 

X 

u 


1 

X 

pa 


i 

0 


1 

X 
H 


1 

X 

u 


i 

0 0 

CJ rH 


t 

0 rH 
0 rH 


i 

0 CM 
0 rH 


1 

X *n 

U rH 



CO 



